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GENERAL INTRODUCTION 


American Chemical Society Series of 
Scientific and Technologic Monographs 


By arrangement with the Interallied Conference of Pure and 
Applied Chemistry, which met in London and Brussels in July, 
1919, the American Chemical Society was to undertake the pro- 
duction and publication of Scientific and Technologic Mono- 
graphs on chemical subjects. At the same time it was agreed 
that the National Research Council, in codperation with the 
American Chemical Society and the American Physical Society, 
should undertake the production and publication of Critical 
Tables of Chemical and Physical Constants. The American 
Chemical Society and the National Research Council mutually 
agreed to care for these two fields of chemical development. 
The American Chemical Society named as Trustees, to make 
the necessary arrangements for the publication of the mono- 
graphs, Charles L. Parsons, Secretary of the American Chemical 
Society, Washington, D. C.; John E. Teeple, Treasurer of the 
American Chemical Society, New York City; and Professor 
Gellert Alleman of Swarthmore College. The Trustees have 
arranged for the publication of the American Chemical Society 
series of (a) Scientific and (b) Technologic Monographs by the 
Chemical Catalog Company of New York City. 

The Council, acting through the Committee on National Policy 
of the American Chemical Society, appointed the editors, named 
at the close of this introduction, to have charge of securing 
authors, and of considering critically the manuscripts prepared. 
The editors of each series will endeavor to select topics which 
are of current interest and authors who are recognized as author- 
ities in their respective fields. The list of monographs thus tar 
secured appears in the publisher’s own announcement elsewhere 


in this volume. 
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The development of knowledge in all branches of science, and 
especially in chemistry, has been so rapid during the last fifty 
years and the fields covered by this development have been so 
varied that it is difficult for any individual to keep in touch with 
the progress in branches of science outside his own specialty. 
In spite of the facilities for the examination of the literature 
given by Chemical Abstracts and such compendia as Beilstein’s 
Handbuch der Organischen Chemie, Richter’s Lexikon, Ostwald’s 
Lehrbuch der Allgemeinen Chemie, Abegg’s and Gmelin-Kraut’s 
Handbuch der Anorganischen Chemie and the English and 
French Dictionaries of Chemistry, it often takes a great deal 
of time to codrdinate the knowledge available upon a single topic. 
Consequently when men who have spent years in the study of 
important subjects are willing to codrdinate their knowledge 
and present it in concise, readable form, they perform a service 
of the highest value to their fellow chemists. 

It was with a clear recognition of the usefulness of reviews of 
this character that a Committee of the American Chemical 
Society recommended the publication of the two series of mono- 
graphs under the auspices of the Society. 

Two rather distinct purposes are to be served by these mono- 
graphs. The first purpose, whose fulfilment will probably render 
to chemists in general the most important service, is to present 
the knowledge available upon the chosen topic in a readable 
form, intelligible to those whose activities may be along a wholly 
different line. Many chemists fail to realize how closely their 
investigations may be connected with other work which on the 
surface appears far afield from their own. These monographs 
will enable such men to form closer contact with the work of 
chemists in other lines of research. The second purpose is to 
promote research in the branch of science covered by the mono- 
graph, by furnishing a well digested survey of the progress 
already made in that field and by pointing out directions in 
which investigation needs to be extended. To facilitate the 
attainment of this purpose, it is intended to include extended 
references to the literature, which will enable anyone interested 
to follow up the subject in more detail. If the literature is so 
voluminous that a complete bibliography is impracticable, a 
critical selection will be made of those papers which are most 
important. 
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The publication of these books marks a distinct departure in 
the policy of the American Chemical Society inasmuch as it is 
a serious attempt to found an American chemical literature with- 
out primary regard to commercial considerations. The success 
of the venture will depend in large part upon the measure of 
cooperation which can be secured in the preparation of books 
dealing adequately with topics of general interest; it is earnestly 
hoped, therefore, that every member of the various organizations 
in the chemical and allied industries will recognize the impor- 
tance of the enterprise and take sufficient interest to justify it. 


AMERICAN CHEMICAL SOCIETY 


BOARD OF EDITORS 


Technologic Series: — 
Harrison E. Hows, Lditor, 


Scientific Series: — 
WiuuiaMm A. Noyss, Editor, 


. GrtBert N. Lewis, 
LAFAYETTE B. MENDEL, 
,- ARTHUR A. NoysEs, 
JULIUS STIEGLITZ. 


Water A. SCHMIDT, 
F, A. Lippury, 


- ARTHUR D. LITTLE, 


Frep C. ZEISBERG, 


“JOHN JOHNSTON, 
“”R. E. Wiison, 
OE. R. WEIDLEIN, 
oC. E. K. Mess, 
¢ F. W. Witxarp. 


Preface. 


This book has two purposes. First, to add to the record of scientific 
literature certain phase rule diagrams and data. This information was 
necessary to the work at Trona; it belongs to the American Potash & 
Chemical Corporation, was done at their initiative and was paid for 
with their money. It has now largely served its original purpose, and 
normally would have spent the rest of its existence buried in their files. 
The American Potash & Chemical Corporation in consenting to the 
publication of these data has performed a courteous act. One could wish 
that other chemical corporations would likewise release data from their 
files when it can be done without furnishing ammunition to direct com- 
petitors. Scientific information is about the only valuable commodity 
we are accustomed to bury for fear someone else might derive benefit 
from it. 

The second purpose of the book is to give a short story of the appli- 
cation of research, technology and common sense to the development 
of a potash and borax business. This story of the diagnosis of a situa- 
tion in an industry and the course of development which led to success 
is not such an uncommon thing; in fact it is all in the day’s work, so 
why write a book about it? The answer lies in the very peculiar attitude 
that was manifested toward the development of a potash industry in 
this country. During the World War potash was news. Anyone could 
be sure of making the front page by talking about potash and how this 
country was becoming independent of Germany. With peace came a 
change. College professors, bankers, business men, chemists and min- 
isters of the Gospel now granted interviews freely to prove that this 
country could not hope to produce potash successfully in times of peace. 
Many of the interviews, possibly inspired, were circulated by a well 
known advertising agency. The opposition to American potash was 
apparently deep seated, based on faith and belief rather than on facts 
or logic. Few things are more aggravating and often harmful than loud 
and dogmatic assertions that a given thing cannot be done, coming from 
people who obviously are in no position to judge whether it can be or 
not. I think we all react to this in much the same way; we look back 
of the loud speakers to see who is broadcasting; that tells us who is 
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most afraid that the thing will be done; then we proceed to do it. The 
plant at Trona undertook to manufacture two staple products, potash 
and borax, in competition with two world monopolies. To-day it has by 
far the largest borax plant in the world, and one of the largest potash 
plants. This was accomplished without governmental assistance from 
tariff or otherwise, and the business is profitable and still young. Since 
the record that it could not be done was so voluminous it seems well 
to make note of the fact that it has been done. 

This book does not contain detailed descriptions or processes, nor 
scale drawings of apparatus. The former are not so antiquated nor the 
latter sufficiently obsolete to permit their publication yet. Anyone intelli- 
gent enough to use that kind of information will know better than to 
expect it here. 

My associates really include all the men who actually contributed 
to the manufacture or marketing of the products, or to research, or to 
design and construction of the plant. Many of their names will be found 
on the pages in connection with specific parts of the work. But it was 
an organized piece of cooperation in which it would be difficult and 
probably useless to evaluate just what each one of us contributed, 
beyond saying that we saw it all and were a part of it. 


JouHn E. TEEPLE. 
New York City, 
July, 1928. Og St Hm 
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History and Development. 


CHAR DERI. 
SEARLES, LAKE. 


We are concerned in this book with natural brines and deposits of 
very soluble salts. It is obvious that these deposits can form only in 
comparatively dry climates where evaporation exceeds precipitation, 
and it is just as obvious that they can be found today only in equally 
arid regions unless they happen to be protected from access of water 
by impervious layers of clay, hardpan or stone. So we find the sodium 
nitrate deposits of Chile, the sodium sulfate of Arizona, the salt lakes 
of California and Nebraska, the Great Salt Lake of Utah, and the Dead 
Sea, all in comparatively dry climates and all having salt deposits 
unprotected from the weather. The salt domes, however, of southern 
Louisiana and eastern Texas are capped with an impervious layer of 
stone so that they still persist even in those relatively wet climates. 
Likewise the potash deposits of Germany and Alsace are thoroughly 
protected by layers of stone or impervious clay. 

While these deposits of soluble salts seem large, sometimes having 
a magnitude of billions of tons, they are relatively small and unim- 
portant accidents, mere short circuits in the much larger scheme of 
things. We may regard the whole earth as one gigantic Soxhlet extractor 
surrounded by a spherical condenser. Vapors are continually rising from 
water wherever this solvent appears on earth, turning to rain at the 
condenser, falling with a very unequal distribution and disintegrating 
the earth, channeling and worrying it into solution. Each bit of falling 
water carries its load of dissolved matter back to the great extract, the 
sea. Someone has computed the amount of extracted salts still remaining 
in solution. If the ocean were evaporated to dryness it would furnish 
a block of solid salts large enough to cover the whole United States 
and one and a half miles in depth. From the time water starts to 


dissolve material until the solution reaches the sea it undergoes many 
II 
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vicissitudes of solution, precipitation, resolution and change. The sur- 
face waters start with a relatively large proportion of sulfates and 
carbonates and a small amount of chlorides. When we examine the sea, 
however, we find a very small amount of sulfates, much less of car- 
bonates, and a large amount of chlorides, because the carbonates and 
sulfates have largely gone to form the insoluble masses of limestone, 
dolomite, magnesite and gypsum. 

We search the world for pockets of segregated salts to be exploited 
for our use. We find a billion tons of Epsom salts deposited in the 
eastern arm of the Caspian. We find half the salt of the Dead Sea is 
magnesium chloride. We find the caliche beds in Chile, a soda lake in 
Africa, potash beds in Europe and maybe in Texas, and salt deposits 
throughout the world. These are matters of importance to us because 
they serve our needs, but when we compare them with the four and a 
half million cubic miles of salt contained in the sea it is apparent that 
they are only accidental pockets, however important they may be to us. 
It is the function of the geologist to try to reconstruct the past history 
of these pockets. The business of the chemist has to do solely with 
their future. The questions that the chemist propounds to himself are: 
What is in this deposit? Does it contain something that the world now 
needs ? Can I separate it in a form that is marketable, and can I profit- 
ably deliver it at the market at a price that the world is willing to pay? 

Searles Lake in California is just one of these pockets. It lies about 
185 miles northeast of Los Angeles in a valley probably twenty-five 
miles long and ten miles wide. This valley has the Argus Range of moun- 
tains closing it in on the west and the Slate Range on the east. Beyond 
the Slate Range to the northeast is the Panamint Valley; beyond that 
the Panamint Range, then Death Valley, and then Funeral Range (see 
map). West of the Argus Range is Indian Wells Valley, and 

/turther to the north Owens Lake and valley. A few thousand years ago 
all these valleys formed one group of lakes and connecting rivers.* 
Searles Lake then covered about four hundred square miles and over- 
flowed at a point over six hundred feet above its present surface, the 
overflow being about twenty-two hundred and fifty feet above sea level. 
To-day the residue of this lake covers about eleven or twelve square 
miles, its surface being only about sixteen hundred feet above sea level. 
The lake now is a shallow basin of salts still saturated with their mother 
liquor. The salt body covers the whole eleven square miles to a depth 
of fifty to seventy-five feet, and below this is mud and slightly soluble 
or insoluble carbonates of calcium and magnesium and sulfates of 

*See U. S. Geological Survey Bulletin 580L. 
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calcium for over five hundred feet more. The small body of salts is 
still saturated with mother liquor. In the winter after rains the liquor 
may be two or three inches above the top of the salt body, and in the 
dry season it may be two or three inches below it, giving a total annual 
variation of only four or five inches in the level of the brine. During 
most of the year the surface of the salt is dry and hard so that an 
automobile may be driven over it with entire safety. 

This shallow pan of salts and brine is all that is now left of a lake 
hat was once nearly forty times the area and twenty times the depth. 

‘The total annual rainfall in the immediate vicinity of the lake is only 
from three to seven inches, but is probably somewhat more on the 
mountains. No surface waters reach the lake excepting occasionally 
after a cloudburst or freshet, but underground waters are flowing to 
it continually from the mountains and the upper part of the valley, and 
wells sunk four or five miles north of the lake usually have no difficulty 
in furnishing plentiful supplies of slightly brackish water. Surrounding 
the lake body on nearly all sides is a naked playa. In the winter it is 
an alkaline slippery mud composed of sand, a little clay, and weak 
brine. In summer it is a thin crust whitened by the alkaline salts that 
have been left by evaporation. Breaking through this crust, however, 
reveals the slippery mud only a short distance below. The region around 
is a desert—interminable sand with a scattering vegetation of grease- 
wood, desert sage, occasional thistles, desert holly and cactus. In the 
background all around the naked gray mountains close the scene, gray 
excepting in spring when the whole desert may be carpeted for a few 
days with brilliant but short-lived desert flowers. 

So far as we know, the whole body of salt in this shallow basin of 
crystallized salts and brine is composed of five definite materials — 

1. Halite (NaCl) 

2. Trona (Na,CO,;.NaHCO,.2H,O) 

3. Hanksite (9Na.SO,.2Na,CO,;. KCl) 

4. Borax (Na,B,O,.10H,O) 

5. Glaserite (3K,SO,.Na,SO,) 

Ave originally supposed that there were other salts in the crystal body, 
such as sodium bicarbonate and sodium sulfate, either in the form of 
thenardite or mirabilite, but none of these is in equilibrium with the 
brine, and so presumably none of them exists to-day in the salt body. 
There is a possibility that one other salt may exist. This is burkeite 
(2Na,SO,.Na,CO,). It will be seen that this salt is somewhat allied 
to hanksite, and under ordinary laboratory conditions of handling the 
brine burkeite is the product that appears where you would expect 
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hanksite. Only by prolonged efforts with much coaxing over many 
months has it been possible to reach the stable hanksite equilibrium 
instead of the metastable burkeite one, so it is not impossible that 
similar conditions may exist in parts of the lake giving rise to the 
presence of this sixth phase. The temperature of the lake is apparently 
just within the lower limit at which the formation of burkeite is 
possible. 

An examination of the five or six constituents of this vast salt body 
reveals only two metallic elements, sodium and potassium, and only 
four acid groups, chloride, sulfate, carbonate (and bicarbonate) and 
borate. This is the most remarkable thing about the salt body. There 
are plenty of calcium and magnesium salts in the mud below the present 
lake, there is a collection of calcium carbonate pinnacles to the south 
of it, there are crystalline deposits of magnesium sulfate and aluminum 
sulfate in the mountains just across the Panamint Valley to the east 
of it, there is limestone to the north of it, but in this whole billion 
cubic yards of crystallized salt there is only sodium and potassium. 

There seems to be no particular uniformity in the distribution of 
the five components of the salt body whether we examine it by vertical 
or horizontal sections. Many test wells have been sunk to obtain samples 
of the salt and of the brine at different levels below the surface. We 
will give a record of one of these wells sunk near the center of the 
lake about fourteen years ago. Average samples of the salt were ob- 
tained for every five-foot section. Adhering mother liquor was not en- 
tirely removed. The salts were separated from the mud which is 
sometimes present in small amounts and sometimes forms a layer of as 
much as five or six inches, and the dried salts were then analyzed, the 
analysis taking no account of insoluble matter. This work was done long 
before our equilibrium studies enabled us to determine what salts were 
actually present, so that the results are somewhat formal in their 
character, all potassium being represented as potassium chloride, all 
sulfate as sodium sulfate, all carbonate as sodium carbonate no matter 
whether it was originally present as carbonate, bicarbonate or trona. 

The record is given just as it was determined at that time. We know 
now that only two of the five salts listed here, that is sodium chloride 
and borax, were actually present as such in the salt body. We know 
now that the brine of the lake is not in equilibrium with sodium car- 
bonate, sodium bicarbonate, sodium sulfate or potassium chloride. 
Interpreting the figures, however, in the light of our present knowledge 
we see that the first three sections representing the top fifteen feet are 
essentially sodium chloride, with a small amount of adhering brine. 
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Composition oF SALTS AT DIFFERENT LEVELS IN ONE WELL 


No. Depth NaCi Na;COs NazSO. KCl Na2BsO7 

feet per cent per cent per cent per cent per cent 
1 0-5 98.17 0.57 0.31 0.43 0.21 
2 5-10 98.09 .66 24 .24 AZ, 
3 10-15 96.93 1.51 59 27 14 
4 15-20 80.06 7.24 11.04 sii il 
5 20-25 8.14 14.17 72.16 4.82 88 
6 25-30 17.42 16.11 50.40 4.04 12.14 
7 30-35 34.22 28.68 26.19 292 8.46 
8 35-40 62.42 20.14 14.78 1.75 1.34 
9 40-45 57.54 15.82 12.50 4.78 9.61 
10 45-50 52.88 10.86 20.63 7.03 8.06 
11 50-55 31.64 14.33 35.86 112 4.55 
12 55-60 9.69 4.45 50.98 34.35 87 
13 60-65 36.22 24.36 33.58 5.23 wal 
14 65-70 12.82 65.67 15.56 4.26 1.38 
15 70-75 16.68 39.54 13.66 oa 24.92 


The fourth section is still 80 per cent sodium chloride, the remaining 
20 per cent being hanksite and trona. The fifth section is about 90 per 
cent hanksite, about 8 per cent sodium chloride, with a little trona. 
The sixth section is about 60 per cent hanksite, probably 17 per cent 
sodium chloride, 12 per cent borax (this would represent over 20 per 
cent crystal borax) and 10 per cent trona. The respective amounts of 
these salts change from section to section, until in the ninth we have 
the first appearance of a new salt, glaserite, and the twelfth section 
represents probably 60 per cent glaserite and about 35 per cent sodium 
chloride. Number 14 is probably over 60 per cent trona, and the bottom 
section of the salt body, over seventy feet below the surface at this 
point, contains trona, borax, salt and hanksite. All of the test wells are 
alike in showing the top fifteen or twenty feet to be nearly pure sodium 
chloride, and below that level varying mixtures of the five component 
salts. Any other well will show the same salts present but with entirely 
different distributions. 

The table on page 17 gives the contemporary analysis of brine from 
each five-foot level in the same well. When examining these figures it 
should be remembered that both potassium chloride and sodium borate 
are consistently given a little higher than our analyses would show 
to-day. Field methods for potash determination were probably not so 
accurate as those we have now; and the borax figures recorded include 
phosphate. It will be noticed that the brine at the surface contains 
more sodium chloride and less of all the other constituents than 
any lower levels do. After about the forty-foot level it becomes 
fairly uniform. The last line of the table contains an analysis of 
the brine below the forty-foot level in this same part of the lake 
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CoMPosITION oF BRINE IN SAME WELL 


Total 
Depth NaCl NazCO;s NaSOx KCl NaBsO; — Solids 

es feet per cent percent percent percent percent percent 
: ee 20.36 276 361 283 108 — 30.70 
3 10-15 18.02 4.09 4.67 4.14 1.38 32.45 
4 15-20 16.74 4.39 6.63 4.26 1.49 33.54 
= 20-25 16.81 4.39 6.71 4.17 1.48 33.70 
6 25-30 16.68 4.37 6.74 4.33 1.60 33.77 
A 30-35 16.15 4.48 6.77 5.05 1.60 34.01 
8 35-40 15.86 4.64 6.83 5.40 1.60 34.44 
9 40-45 15.78 4.73 6.67 5.47 1.56 34.32 
10 45-50 Sef 4.80 6.69 5.99 1.60 34.38 
11 50-55 15.84 4.83 6.65 ay 1.60 34.32 
12 55-60 13:77 4.80 6.65 5.45 1.65 34.45 
13 60-65 15.65 4.81 6.66 5.66 1.63 34.41 
14 65-70 15.63 4.87 6.69 5.64 1.59 34.45 
15 70-75 15.85 4.87 6.64 5.99 1.64 34.38 
Present Brine 16.36 4.86 6.85 4.74 1.50 34.38 


as it appears to-day. Comparison shows that excepting for the 
error in the original analysis which consistently made potassium 
chloride too high and sodium chloride too low, there has been no 
real change in the brine in fourteen years. As we move out toward 
the shores of the lake, however, other test wells show smaller per- 
centages of potassium chloride, some containing only one-half or one- 
third as much as the above figures show. I once thought of the lake 
as a beautiful natural equilibrium vessel, but it has a number of serious 
defects. The temperature of the deep brine is fairly uniform at 22.5° C, 
summer or winter. The composition at any particular spot varies but 
little with the rainfall. There has been plenty of time for equilibrium 
to be reached. The one thing that is lacking, however, is an efficient 
stirring mechanism. The continual inflow of large but varying amounts 
of subsurface water and the continued outflow of water by evaporation 
from the surface cause an unfortunate lack of uniformity in the different 
parts of the lake. Since we do not know just where the underground 
waters enter the lake, nor what course they follow before they reach 
the salt body, it is difficult to predict just where the richest potash and 
borax brines will be found. We only know that it will be at a very con- 
siderable distance from any shore, and probably over forty feet below 
the surface. 

The brine contains both bicarbonate and metaborate. It is usual, 
however, to include these in the figures for carbonate and borate unless 
for special reasons the separate information is required. Percentage of 
Na.B,O, as recorded indicates the total B,O,; of the solution computed 
to Na,B,O;. The analyses given above account for practically 100 per 
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cent of the salts in the salt body and 99 per cent of the salts in the 
brine. The remaining 1 per cent may be ignored until one is operating a 
concentrating process in the plant; then it often becomes a matter of 
great importance to know where these minor constituents are accumu- 
lating and what is their final disposition. The following rather complete 
analysis made in 1925 probably shows all the inorganic constituents 
which are present in more than spectroscopic traces. 


CoMPoSsITION OF SEARLES LAKE BRINE 
Specific Gravity 1.30 at 70° F. (21° C.) 


Pounds Grams per Mols per 


Per Cent per 100 Grams 1000 Mols Molar 

Salt by Weight Gallon of Water of Water Weight 
NGG Ean. nea 16.50 1.787 25.30 38.97 116.92 
INEVISKOlW Gates ence 6.82 0.739 10.46 1325 142.06 
RiGee er arr 4.82 0.522 7.39 8.93 149.12 
INEROGH Wiieenoe 4.80 0.520 7.36 2 106.00 
INGO gage nor ill 0.164 232 2.07 201.28 
Nat: © Seen ery ae 0.155 0.0168 0.238 0.261 164.04 
INGE raat Caren 0.109 0.0118 0.167 0.101 205.84 
WO caroounedoe MOR 0.0023 0.032 0.068 84.86 
INE Sis "yee ee 0.020 0.0022 0.031 0.072 78.06 
NAO marttoues eto 0.019 0.0021 0.029 0.026 197,92 
Cal Pee eee 0.0022 0.00024 0.0034 
FeO; & AlsOs... 0.0020 0.00022 0.0031 
INU a cee 0.0018 0.00020 0.0028 
Nas ota weer toy: 0.0014 0.00015 0.0021 
Sbi@se Lee ces 0.0006 0.00006 0.0009 
Total solids 

(approximately) 34.782 3.76807 53.339 
Water by 

difference ..... 65.22 7.063 100.00 

100.00 10.83 153.34 


Even as small a percentage as that of sodium iodide represents 
60,000 pounds of iodine per year entering into plant liquors. Then 
there would be, say, 100,000 pounds of white arsenic, another 100,000 
pounds of lithium chloride, 6,000,000 pounds of bromide, and maybe 
10,000,000 pounds of trisodium phosphate. 

Oxidizing the brine before precipitation increases the apparent 
sodium sulfate content by about 0.12 per cent. A part of this increase 
represents the sulfide sulfur, some is probably organic sulfur, and some 
more may be dissolved sulfur or polysulfide or sulfarsenite, or some- 
thing else. The brine contains organic matter and has some odor and 
slight color. 

It should of course be remembered that the above analysis repre- 
sents a certain sample of brine taken from a particular spot on a definite 
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day. A different sample, time or place would show a different result. 
In the above analysis we have also recorded the pounds per gallon, 
grams per hundred grams of water, and mols per thousand mols of 
water, because these figures will be useful for reference later in the 
discussion. 

Earlier in the chapter we mentioned four questions that a chemist 
asks of a natural deposit. To the question “What is in this deposit?” 
we have given the answer above. To the question “Does it contain some- 
thing that the world now needs?” the answer is “Yes”. There is a 
demand and a steady market for every one of the fifteen or sixteen 
constituents listed, as well as for other combinations such as potassium 
sulfate, potassium bromide, carbonate, iodide, etc. The third question 
“Can I separate any of these twenty or so materials in a form that is 
marketable?” the answer again is “Yes”. Any good chemist can 
separate any one of twenty different materials here and prepare it in 
the shape that is marketable. This leaves only two basic questions. 
Fourth, “Can I profitably deliver any one of these at the market at a 
price that the world is willing to pay?’ This question has been answered 
“Yes” in the case of two products, potassium chloride and borax, and 
there will probably be a positive answer ultimately in the case of one 
or two more products, but I would call your attention to the fact that 
questions 1, 2, and 3 are very primary and casual questions compared 
with 4. The fifth question, which is really a part of the fourth, is “How 
shall I do it?’ and some of the data in relation to this takes up the 
remainder of the book. 


CHAPTERSIT. ; 
BARELY isTORYvs 


The Searles Lake region has attained national prominence on at 
least three different occasions; first, soon after 1860 on account of its 
silver and gold mines; second, some twenty-five or thirty years later 
on account of borax production; and third, still another twenty-five or 
thirty years later on account of potash. The Modoc Mine in the Argus 
Range to the west of Searles Lake, the New York Mine in the Slate 
Range to the east of it, and the Panamint Mine in the Panamint Range 
to the northeast were all well-known silver and gold mines during the 
early California days, and Ballarat, Skidoo and Panamint City were 
typical mining towns of the period. In order to transport the products 
from the mines and the supplies to the mines an extensive freight system 
with mule teams was organized. The route led from Panamint City 
and other places to the north of the lake, past the present city of Trona 
down the west side of the lake and on to San Pedro or Los Angeles. 
This transportation system lasted for many years. 

Among the early miners who came to the region were John W. 
Searles and his brother, Dennis Searles. John W. Searles was supposed 
to be familiar with Teal Marsh in Nevada where borax was being 
produced on a commercial scale, and he noticed the similarity between 
that source of borax and the playa on the west shore of Searles Lake. 
Analysis of the white efflorescence confirmed this suspicion and Searles 
and his associates built a small experimental plant on the west side of 
Searles Lake about three miles south of the present town of Trona. 
The results of the experimental plant were apparently satisfactory be- 
cause in 1873 six hundred and forty acres of placer claims were located 
in Sections 20 and 21 at the northwest corner of the lake near the 
present town of T’rona, and within a few years other locations brought 
the total to over two thousand acres. The lake at that time was known 
as Slate Range Lake. During 1873 a group of miners on the east side 

* The information in this chapter covering the period before 1919 was furnished largely by 
Register of the Land Office for the Distvict in whlch Seaties Ears i Uta es tee ee 
appointed Receiver for the California Trona Company and has maintained a connection with 


that company or its successors ever since, being at present in charge of the Los Angeles 
office of the American Potash & Chemical Corporation. Pr 
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of the lake organized the Borax Lake Mining District, and the lake 
itself afterwards took this name, until finally on account of the activity 
of Searles it became Searles Lake. In 1878 the group of borax pro- 
ducers on the west side of the lake incorporated as the San Bernardino 
Borax Mining Company with John W. Searles as president, manager, 
and two-fifths owner. Considerable development work was then done 
in the way of piping in water from the mountains, and a larger and 
more permanent plant was built on the ground between the present town 
of Trona and the lake. Searles was apparently a very forceful character 
and kept the Indians in rather definite fear of him. He was also pro- 
gressive. He occupied one of the canyons, from which water was drawn 
for the plant, developed the springs, planted trees and vines of a semi- 
tropical character, and apparently made it a veritable garden spot, 
evidences of which still appear to-day after many years of neglect. He 
was successful in developing the borax business. The operations were 
comparatively simple, consisting merely of leaching and crystallizing, 
but the business of getting the material to market and developing a 
market required a considerable exercise of sound judgment. It was 
still necessary to haul the borax to market by mule teams, and it was 
his foreman, “Salty Bill’ Parkinson, a noted mule skinner of the region, 
who drove the twenty-mule team at the St. Louis Exposition in 1904 
which made that trade mark famous. 

In 1895 the San Bernardino Borax Mining Company was sold to 
the Pacific Coast Borax Company. The plant was closed and operation 
then ceased on Searles Lake because the buyers preferred to derive 
their borax from the colemanite deposits in Death Valley and else- 
where. No further activities on Searles Lake appear until 1905 or 
1906 when it began to be investigated as a source of soda ash. By 1908 
nearly the whole lake had been located, and the California Trona Com- 
pany was organized with a capital of one million dollars to manufacture 
soda ash on a large scale both from the brine and from the extensive 
reefs of trona along the eastern side of the lake. This company pur- 
chased what was left of the property of the San Bernardino Borax 
Mining Company, its plant. buildings, bunk houses, shops, and water 
rights, and leased the land. The company borrowed considerable sums 
of money to finance its undertakings, but before approaching any point 
of production it was in such financial difficulties that a receivership 
ensued in 1909. The receiver attempted to keep the property intact and 
continue the necessary assessment work, building roads which would 
give access to the salt body, sinking exploration wells at different parts 
of the lake to determine distribution of brine and salt, and fighting off 
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rival parties who were trying to jump the claims. One of the invading 
parties comprised about forty men, including engineers and gun men, 
and required the presence of a United States marshal to suppress it. The 
only net result of the claim jumping was to cloud the title, but this title 
was finally cleared in 1916 through a judgment which recognized the 
California Trona Company’s claims and invalidated those of the invading 
parties. 

In February of 1913 the Government withdrew the whole of Searles 
Lake as a potash reserve. At that time the California Trona Company 
held claims amounting to twenty-six thousand acres, but as exploration 
work proceeded and the character of the lake was more clearly de- 
veloped the less advantageous claims were dropped one by one until 
finally, in 1918, when the assessment work had been completed and the 
Government patented to them a clear title to their claims the amount 
they actually asked for and received was three thousand three hundred 
and twenty acres to the north of the center of the lake. The rest of the 
body of the lake was promptly leased by the Government to eight or 
ten different interests for the production of potash, but none of these 
leaseholders has ever produced potash in commercial quantities. 

It is not clear when the occurrence of potash in Searles Lake was 
first reported, but it is known that analyses made as far back as 1898 
show its presence. In 1910 and 1911 during the receivership under 
Mr. Austin the lake was sampled and analyzed for at least three different 
interests besides the owners. So far as we know all four of them re- 
ported the presence of potash. By 1912 the presence of potash here was 
so well known that it came to the attention of the Government, and the 
United States Geological Bureau sent representatives to investigate and 
published a bulletin on the subject. This bulletin attracted a great deal 
of attention. It was well written and widely read. Of course it had no 
influence on the production of potash at that place because the only 
ones who have ever produced potash at Searles Lake commercially were 
quite well aware of the situation before the bulletin was published. 
What it did do was to persuade a number of people to secure leases 
from the Government on unowned parts of the lake and then wait for 
someone to finance them or buy them out. Some of them were partly 
financed but the net result was nothing. 

By 1912 the California Trona Company had in hand as the result 
of all investigations a voluminous report on the utilization of the brine 
for the manufacture of potash, borax, soda ash, and sulfate of soda. 
The general method was the one which seems to: make an appeal to 
almost any chemist the first time the problem is proposed to him, i.c., 
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carbonate the liquors and so remove all of the sodium carbonate as 
sodium bicarbonate or trona. This is filtered off and calcined to make soda 
ash. The filtrate is then subjected to successive evaporation, filtration and 
crystallization steps to obtain potash, borax and sodium sulfate, all de- 
pendent of course on the fact that the solubility of potassium chloride 
increases very much with temperature, that of sodium chloride remains 
almost stationary, and that of sodium sulfate has a definite curve that 
does not coincide with either. 

The voluminous report was probably unduly optimistic; the opera- 
tions can be performed in the laboratory and the separations made, 
without any question, but from a commercial point of view one can see 
that the report failed to take account of a good many rather important 
factors. The people who were interested in the California Trona Com- 
pany and in the money that had been advanced to it were very expert 
in mining matters, but not particularly strong on chemical manufacture. 
Therefore they could not be expected to foresee the difficulties, but 
they did take the very sensible step of passing the report to a very well- 
known firm of consulting chemists for confirmation and advice. Unfor- 
tunately the report of this firm likewise was unduly optimistic, with 
the result that the American Trona Corporation, which by this time 
had been organized to take over all the assets of the receivership, as 
successor to California Trona Company and the bondholders, deter- 
mined to build a preliminary plant to operate the process on a small 
scale at Trona. By the end of 1914 the plant was finished on the same 
site that had been occupied by the California Trona plant, and before 
that by the San Bernardino Borax Mining plant, and the Trona Rail- 
way, about thirty-five miles long, had been built to connect the plant 
with the Southern Pacific Railroad at Searles station. Then the plant 
started on its preliminary run. Something went wrong. I do not know 
just what, nor have I been able to find any report or record in the 
archives. There apparently is nothing but tradition to rely on. Some- 
thing went wrong. The trial run was never finished, the plant was 
abandoned, the process given up, and several hundred thousand dollars 
had disappeared—a total loss. 

This might seem to be an excellent opportunity for criticism, but 
I have none to offer. The company officials had apparently made careful 
investigation, and so far as they could learn had selected suitable men 
for the work and given them the facilities for carrying it out. The 
original proposer of the process and the plant had apparently done the 
best he knew how after careful investigation. The consultants had gone 
through a novel and difficult problem, had carried out the different 
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steps themselves on a small scale and found nothing to prevent suc- 
cessful operation. Notwithstanding, the thing had not turned out well. 
All three parties to the transaction had been mistaken. But this is not 
an unusual situation even with the best of men and of corporations. 
It is cited here because it is typical of what so often occurs during the 
birth of a new enterprise or a new development. The problem at first 
looks simple, delightfully easy, just as this problem did, and almost 
any chemist would have undertaken it with a feeling of confidence and 
a sense of merely taking a short stroll before breakfast through a 
pleasant path in the woods. Soon the path begins to meander, obstruc- 
tions arise, detours must be made, and before he realizes it his simple 
path has become a complicated maze of bypaths all apparently leading 
nowhere, and instead of being a peaceful stroller he has become a 
desperate struggler. The ones who do not die here keep on struggling 
until they finally emerge on good roads leading in a definite direction 
and things are again perfectly simple. This is the natural course of 
almost any novel enterprise, and this development of a potash industry 
is no different from the others. In 1912 it was strolling. There were a 
number of paths and they all looked straight and easy. In 1919 when 
I first saw it it was still struggling, and now in 1928 it is on clear high- 
ways. All the participants in the incident related above have ceased any 
connection with the potash industry long ago and so the tale may be 
used to point a moral. The moral is, don’t underestimate the difficulties 
of a new enterprise, and the fact is that we probably will the very next 
time a new enterprise presents itself. My only criticism begins at the 
point where the plant failed. There was no record of what happened. 
At that point there could be nothing to represent all the money that had 
been spent excepting information, and the information was not recorded. 

Various other processes and combinations of processes were sug- 
gested, considered, reported on, tried, and finally a real plant was built 
at T'rona which began commercial operation in September, 1916. At 
about the same time a combination of the Pacific Coast Borax Com- 
pany and the Solvay Process Company also started operation in a com- 
mercial plant at Borosolvay. Both of these plants produced potash 
throughout the period of the war, and they are the only plants on the 
lake that have ever succeeded in getting to what would be called com- 
mercial operation for potash. The Borosolvay plant'closed down about 
the end of 1920 and has never since reopened. The plant at Trona, now 
owned by the American Potash & Chemical Corporation, has operated 
continuously since it first started in 1916 excepting for a period of ten 
months from May, 1921, to April, 1922. During this ten-month period 
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production was stopped but research and development continued. A 
discussion of the various processes used or proposed, probable and 
improbable, will be postponed until we have before us some data on 
which a judgment can be based. 

During all of 1917 and 1918 the production of these two plants at 
Trona and at Borosolvay was a very important factor in ameliorating 
the situation caused by the absence of foreign potash during the war. 
The potash manufactured was of rather low grade; it was contaminated 
with various materials some of which might have been harmful. It 
would, be absolutely unsalable in the market to-day. The plants were 
inefficient, wasteful, and costly to operate, but on the other hand the 
demand greatly exceeded the supply, there was no sales problem, and 
the prices were extraordinary. Before the war potash in the form of 
muriate had become rather stabilized in price at 75¢ to 80¢ per unit. 
During the war it was $7.00 to $8.00 per unit, which apparently offered 
a very comfortable margin of profit to the operators in spite of their 
very inefficient plants and methods. Of course it offered little or nothing 
in the way of real profit because actually, as history shows, they should 
have been amortizing the entire cost of their plants over the period 
of two or three years only, during which they could operate. 

At the armistice and during the months immediately following there 
was a very rapid drop in price, so that by the middle of 1919 potash 
could be bought for from $1.75 to $2.00 per unit. Probably no plant in 
America could then make the product at that price if it gave due con- 
sideration to depreciation and amortization or obsolescence. This natu- 
rally caused a considerable turmoil in the whole industry. Companies 
who thought they were highly prosperous in 1918 manufacturing potash, 
a commodity which was a prime and permanent necessity, now sud- 
denly found themselves faced with staggering monthly losses, and in 
the case of the two plants at Searles Lake they also had to meet the 
difficulty of a market which demanded a higher quality of goods than 
they had been able to furnish. The year 1919 then marked the turning 
point for most of the plants which had built up the American pro- 
duction of over 50,000 tons of K,O per year. Only two courses were 
open to them; either to succumb, or to make a scientific and technical 
study of their problems such as they should have made in the first 
place. Most of them elected the former procedure; it was easier and 
less expensive to die. The one at Trona chose the latter, and is selling 
its potash to-day at about 70¢ per unit without any particular difficulty, 
in competition with the Germans and the French. 


CHAPTERS LT 
SOLUBILITY AND DOUBEE SATs. 


It is obvious that any recovery of potash from a brine such as that 
at Searles Lake must involve concentration, that is, an increase -in the 
percentage of potash either in salts or in liquor in relation both to water 
and to the other salts. The two plants operating on the lake had learned 
that they could get such an increase in percentage of potash in the 
brine by triple-effect evaporation at sufficiently high temperatures. This 
removed water by evaporation and salted out sodium carbonate, sulfate 
and chloride. The resulting concentrated liquor when cooled precipitated 
a salt rich enough in potash to market during the war, but it was known 
that considerable quantities of potash were lost with the waste salts. 
It was even known that the presence of sodium carbonate or mother 
liquors had some influence at times on the amount of potash that was 
lost in this way. Since, however, potash was known to be lost in three 
different ways, it was very difficult to get accurate figures from plant 
operation. First, the liquor foamed very badly in the pans and carried 
over potash to the condensers or to the belts of the other pans; second, 
potash in some combination apparently became insoluble in the liquors 
and actually precipitated along with the sodium chloride and sulfate; 
and, third, there was great difficulty in freeing the waste salts from the 
adhering liquors which were rich in potash. Consequently recoveries 
were comparatively small. An examination of the analysis figures given 
previously indicates that at a minimum it is necessary to evaporate 
about 1372 pounds of water and separate and discard about 6 pounds 
of other salts in order to recover 1 pound of dry potassium chloride. 
In good triple-effect evaporation we expect to evaporate about 2.2 
pounds of water from 1 pound of steam, so that we would expect to 
use a little over 6 pounds of steam to recover 1 pound of potash. 

Burning fuel oil of, say, 150,000 B.t.u. per gallon in a boiler house 
of reasonable efficiency we might expect to produce 120 or 130 pounds 
of steam from a gallon of fuel oil. Combining these figures we get a 
theoretical result of 100 gallons of fuel oil required at a minimum to 
furnish the steam needed for evaporating the water from 1 ton of 


potassium chloride if we have complete recoveries. Needless to say there 
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are no 100 per cent operations in a plant. Actual practice does not 
approach very close to this figure. Actual consumption during the war 
period was probably nearer 1000 gallons per ton of potash than it was 
to the theoretical 100. I have frequently seen it well over 1500. This 
consumption of several times the necessary amount of oil for evapora- 
tion could apparently be materially reduced by three different lines of 
attack, in addition of course to the ordinary improvements from in- 
creased efficiency in machinery. First, to stop the foaming in the pans 
and consequent loss of potash from entrainment; second, to improve 
the separation and washing of waste salts and thus prevent loss of 
potash adhering to these salts in the form of brines on which work 
had been done; third, to study the equilibrium conditions in the pans 
themselves and so avoid the possibility of the liquors becoming satu- 
rated with some potash salt and precipitating it among the waste salts. 
The first two problems seemed to be essentially questions of plant 
operation. The third one very clearly demanded long laboratory study 
of solubilities, in terms of the layman, or of phase rule application 
in terms of the chemist. Perhaps it would not be out of place here to 
give the impression received in 1919 as quoted from a report which I 
wrote at that time: 

“Your fundamental questions here are questions of relative solu- 
bility, and the influence of certain salts on the solubilities of other 
salts. 

“You have present only sodium and potassium combined as car- 
bonates, bicarbonates, chlorides, sulphates, metaborates, and biborates, 
and at nearly every step of any process you have ever used or may 
use in the future, you are dealing with a solution that is saturated with 
respect to some one of these compounds, and so is salting it out; or 
you are dealing with a solution which is unsaturated with respect to 
one of them, and so is dissolving it. 

“Before you began any operation or process six years ago, then, 
your natural course would have been to study these solubilities ; to make 
solubility curves covering the range of temperature between, say, 
—20° C. and 110° C., and covering all reasonable variations in con- 
centration of the individual constituents. Any good physical chemist 
could have done this for you. With such information in hand you would 
be able to discuss any possible process intelligently. Without it you are 
entirely at sea. Notwithstanding the fundamental importance of such 
information for your work, I cannot find that any effort was ever made 
to obtain it until within a week or two of my visit to Trona. The work 
done in that last week or two was only preliminary, probably inaccurate, 
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and covered only a couple of arbitrary conditions of the many possible 
ones; but notwithstanding, I gathered a more intelligent basis of judg- 
ment from these few curves than from any other single source at the 
plant”’. 

The above comments on lack of proper research work, when taken 
by themselves, may seem a bit rude and forceful, but in my experience 
clients desire to be told the plain truth. The statements would have 
been just as true regarding any other potash plant in America. For that 
matter many other industries besides potash fall into the same error. 
To act first and do the considering afterward is rather typical of pioneer 
work, and America is still largely a nation of pioneers in business. A 
beautiful example came to my attention only a few years ago. We were 
all familiar with the roadside scene of a flat tire, a hand pump, and a 
man bathed in perspiration and profanity. An inventive genius, seeing 
these scenes often, conceived a brilliant business idea. Sell everyone a 
cylinder of compressed gas to carry in the car. No more hand pumping. 
Simply connect the gas cylinder to the tire, turn a cock, the tire is 
inflated, disconnect, and drive on. Now carbon dioxide is cheap, very 
compressible, and a small cylinder will hold a lot of it. There you have 
the idea on which an enormous: business could be built. The next steps 
were patent application, company organized, financed, plant production 
arranged, cylinders bought, literature prepared, and then, apparently 
not till then, someone tried it. Alas, a rubber tire will not hold carbon 
dioxide. That gas is just about as effective for inflating tires as water 
is for filling a sieve. 

Naturally when I was invited to take some responsibility in re- 
juvenating the American Trona Corporation and in making my own 
recommendations effective, an intensive study of the equilibrium of 
the constituents in Searles Lake brine was one of the earliest tasks. 
The work began in 1919 and continued intermittently, as data were 
needed, through several years. This was a utilitarian study. An accuracy 
of 0.3° C. was maintained. In analyses the accuracy required was 
usually 0.3 per cent of the total. The limits of temperature checked 
were 2()° to 110° C., and only those systems and those temperatures 
were studied which might throw some light on our problems of manu- 
facture. The industrial man feels called upon to place rather definite 
limits about his research activities, while the scientist in pure research 
may roam gaily over any field that attracts him. 

The methods used in equilibrium study can best be indicated by 
referring to Diagram 1. Two hundred cc. of water and an excess of 
sodium chloride are placed in a 500-cc. rubber-stoppered bottle and 
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rotated in a thermostat for about 16 hours. Then the salts are allowed 
to settle and a sample of the clear liquor sucked through a cotton plug 
into a pipette, weighed and analyzed. The remainder of the mixture is 
rotated for another day and analyzed again. This is continued if neces- 
sary until samples taken on successive days check showing that equi- 
librium has been reached at 36 grams NaCl per hundred grams water 
or its equivalent 55.5 mols Na.Cl, per thousand mols water. This locates 
point 239 on Diagram 1, plotted in mols per thousand mols of water. 
It shows the solubility of NaCl in water at 20° C. It is a univariant 
point in the two-component system NaCl,H.O, with three phases pres- 
ent—solid NaCl, solution and vapor. Our interest throughout lies in 
the univariant points and in the divariant lines connecting them. A 
determination of the temperature and concentration at the nonvariant 
point in this system—NaCl,H,O—where the fourth phase, ice, appears, 
might be of great importance elsewhere but does not particularly con- 
cern us here. At a univariant point with one degree of freedom we 
expect the number of phases present to exceed the number of com- 
ponents by one, but in our work water is always one of the components, 
and solution and vapor are always two of the phases, all the other phases 
being solids. It will be simpler, then, to remember that at all univariant 
points throughout this work the number of solid phases equals the 
number of solid components, 7.e., components other than water. Having 
determined univariant point 239 in a system having one solid com- 
ponent we add successive small amounts of sodium carbonate and 
analyze the solution from day to day. We now have two solid com- 
ponents and are searching for univariant point 2 with two solid phases 
present—NaCl and Na,CO;.10H,O. This is finally located at a con- 
centration of 33.6 mols Na,CO, and 39.1 mols Na,Cl, per thousand 
mols water. A determination of point 237, the univariant point for 
Na,CO;.10H,O with one solid component, then the approach to point 
2 by additions of NaCl, enables us to check the above concentration. 
Having located point 2 we make successive small additions of Na,SO, 
to the mixture, thus approaching point 4. Now there are three solid 
components and we expect to find three solid phases at point 4. They 
prove to be NaCl, Na,CO;.10H,O, and 2Na,SO,.Na,COs;, a new 
double salt which we have called burkeite. The concentrations at point 
4 are checked by approaches from points 3 and 246. In general a uni- 
variant point with two solid components is located by approach along 
two divariant lines, one with three solid components along three 
divariant lines, etc. When all the univariant points in Diagram 1 have 
been determined in this way, and the divariant lines connecting them 


30 INDUSTRIAL DEVELOPMENT OF SEARLES LAKE BRINES 


are plotted, we have the solid figure representing all the possibilities of 
the four-component system, NaCl, Na,SO,; Na;CO;, HO; atiz0 se 
The plane of each pair of axes represents one of the three possible 
three-component systems bounding three sides of the four-component 
one. And the lines used as axes represent the three bounding two- 
component systems. Every one of the 60 diagrams given later represents 
either a complete four-component system at a given temperature or a 
part of a five-component one. Information regarding two- and three- 
component systems must be sought in the appropriate four-component 
diagrams and data sheets. 

The important constituents of Searles Lake from our point of view 
are the sulfates, chlorides, carbonates, bicarbonates, borates and meta- 
borates of sodium and potassium, or Na, K, H, SO., COs, BzOx, Cl, 
H.O, a seven-component system. A complete study of this would include 


8 systems of 6 components 
“ “ 5 “oe 


25 

39 6“ “ 4 “ 
32 “ 6 3 ““ 
12 oe 6c 2 “ 


and there are of course several other components of interest in the lake 
besides these seven, stich as phosphates, arsenates and bromides, for 
example. All of the twelve two-component systems listed above have 
been adequately studied long ago as can be seen from any handbook or 
table of solubilities. The same is true of many of the three-component 
systems. The information we needed, however, related chiefly to systems 
of four and five or more components, and this was almost a virgin 
field so far as concerns the particular group of salts in Searles Lake. 
The little that had been published was by van’t Hoff, D’Ans, and 
Blasdale, and covered only one four-component system (the chlorides 
and sulfates of potassium and sodium). The three investigators were 
not in entire accord with each other on that one system. The data given 
in the following pages will be found to cover 25 four-component sys- 
tems, 6 five-component systems and 1 six-component system at a few 
selected temperatures. In the case of the five-component ones of course 
only parts of each system are given, and some of the systems include 
other components than the seven listed above. With each added com- 
ponent it becomes increasingly difficult to make a diagram which will 
convey information, and if a diagram does not help to clarify a set 
of data or express it in a better form than the numerals do, then why 
make it? When it comes to diagrams illustrating systems of 6 or more 
components I am inclined to think that the ordinary worker puts more 
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information and energy into the making of the diagram than he can 
possibly recover from the use of it. 

The work of accumulating information necessary for the study of 
the 32 systems recorded in this book could not be considered romantic; 
in fact at times it must have made a near approach to drudgery, being 
lightened only by the fact that it was necessary, and that it gradually 
shed light on our problem. The chemists having the different pieces 
of work in charge were, of course, supplied with competent analysts 
to relieve them as much as possible. During the first few years of the 
work Mr. R. W. Mumford was in charge of research and development. 
By training and experience he was primarily a chemical engineer, and 
while he and I both understood fully the necessity of this equilibrium 
study and were ready to furnish every sort of opportunity, sympathy, 
and general advice to the men actually doing it, neither of us was 
especially well equipped to give the detailed assistance which the workers 
needed. The man best fitted to do this by training and experience was 
Mr. W. E. Burke, and so by unanimous consent that became his job. 
The first six systems were worked out primarily by Mr. Harald de 
Ropp, usually working alone. The work was, however, new to Mr. 
de Ropp, and Mr. Burke was so helpful in shaping its general course 
that I feel I only do him justice in crediting these systems to Burke 
and de Ropp jointly. Some of the other systems Mr. Burke worked out 
alone, and others were actively directed by him when he became head 
of the research department. In fact he played such an important part in 
the study of every system that was studied that his name will be 
found either as the sole worker or as a co-worker connected with 
every one. A number of other systems have naturally been studied dur- 
ing the course of the investigation, but some of them have not yet 
entirely served their purpose and so are not yet ready to be released. 

It would probably be appropriate to list here the double salts en- 
countered in this equilibrium work. They are— 

1. Na,CO,.NaHCO,.2H,O, trona, sesquicarbonate of soda, long 
known and frequently described in the literature. Searles Lake brine is 
in equilibrium with trona, which occurs as an important constituent of 
the salt body, particularly in lower levels. It also occurs above the salt 
surface level of the lake in the trona “reefs” near the northeastern and 
eastern shores. From these reefs some thousands of tons have been 
mined and marketed without purification for use as an impure but very 
cheap alkali. 

2. 3K,SO,.NazSOu, glaserite, aphthitalite, also long known and fre- 
quently described. It is in equilibrium with Searles Lake brine and 
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occurs in the salt body in important amounts, especially below the 
50-foot level. Glaserite is in equilibrium with a solution of its com- 
ponent salts, Na,SO, and K,SOx,, at ordinary temperatures, but is not 
below about 0° C. With KCl and Na2,SQ, the transition point is between 
4° and 5° C. below which glaserite is not stable. 

3. 9Na.SO,.2Na,CO;.KCl, hanksite, well known but not of fre- 
quent occurrence. It contains about the same percentage of KCl as the 
Searles Lake brine does with which it is in equilibrium. lt forms an 
important part of the salt body where its characteristic crystals are 
often large, well formed, and easily recognizable. Hanksite is ap- 
parently stable in the lake at 22.5° C., but is decomposed by water 
at 25° C. or above, and on warming the solution precipitates burkeite, 
2Na,SO,4.Naz,CO ;. The temperature range within which hanksite may 
exist is seemingly very narrow. The hanksite equilibrium is exceed- 
ingly difficult to reproduce in the laboratory, requiring great care and 
patience and weeks of time. This has been accomplished, however, as 
will be seen from System VI, Diagram 17, but the extreme slowness 
and difficulty of formation makes hanksite unimportant in plant prac- 
tice, where its place is always taken by burkeite. 

4. 2Na,SO,.Na.COs, burkeite, a new double salt discovered by Mr. 
W. E. Burke in 1919.* Although its native occurrence has not hitherto 
been reported, and although it does not seem to be a constituent of the 
Searles Lake salt body, we fully expect to hear of it from Owens Lake, 
or some of the other alkaline lakes, now that attention has been called 
to its existence. For this reason, and also as a matter of convenience 
in referring to a material formed in the plant at the rate of some 
thousands of tons every week, we have given it a name, burkeite. 

In the reaction 


2Na2SOx.10H20 + NazCOs. 10H20 $ 2Na2SO,.Na:CO; + 30H20 


the transition point is about 25° C., the burkeite being stable above that 
temperature. Another reaction of vital importance in plant operation is 
the one connecting burkeite and glaserite: 


2Na2SOx. Na2CO; + 3KC1 “i HO KsNa(SQO,): + 3NaCl ar NazCOs. 1H:0 


The transition temperature is about 49° C., glaserite being stable only 
below that when in contact with the solution. 

Burkeite forms beautiful crystals of very high luster and is stable 
in equilibrium with Searles Lake brine under plant conditions at all 
temperatures from 20° to 110° C. 


*J. Ind. Eng. Chem. 13, 249 (1921). 
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on Na, COL. K.CO,. Several hydrates of this double salt have been 
reported, but no mention seems to have been made of the anhydrous 
salt. We show Na,CO;.K,CO, in the diagrams of Systems IV, V and 
VI, and under the conditions of these diagrams, 35° or over, the salt 
in equilibrium is not hydrated. 

6. K,CO;.2KHCO;.3H.O. This salt is mentioned by Rammelsberg 
and its probable occurrence indicated by others. The conditions under 
which it forms are shown in System XIII. 

7. Na,B,O,.2NaCl.4H.O. This is a new double salt of sodium 
metaborate and sodium chloride discovered by Mr. Burke in 1920. If 
Searles Lake brine could evaporate to dryness naturally, and at each 
stage be separated from its precipitated salts, large quantities of the 
B,O3 and NaCl would be precipitated as this double metaborate chlo- 
ride. In the research reports this double salt had also been given a name 
in “honor” of an individual. In fact that is the fate of all new products. 
Research men have an uncanny knack of selecting some characteristic 
of the new salt which forms the basis for a personal name, not always 
complimentary to the individual “honored”’ if the real facts are known. 
It seems wiser to abandon mineralogical names excepting for products 
of known natural occurrence, or those whose discovery in the native 
state may be anticipated in the immediate future. When Searles Lake 
dries up, a few thousand years from now, we shall need a name for this 
double salt. 

8. Na,B.O,.2Na,PO,.36H,O. This is a new sodium metaborate- 
trisodium phosphate double salt, discovered by W. A. Gale and C. F. 
Ritchie in 1924. It may be prepared by dissolving a mixture of trisodium 
phosphate and sodium metaborate in hot water and allowing to cool 
slowly. Varying proportions of the constituents do not change the com- 
position of the precipitate; it is a true double salt. It has also been 
observed to crystallize from a solution of disodium phosphate and 
sodium metaborate, and even from a mixed solution of trisodium phos- 
phate and borax. It forms tetragonal crystals, specific gravity 1.628, 
only slightly soluble in water at O° C., but it melts in its own water of 
crystallization at about 69° C. Like the preceding double salt this 
metaborate-phosphate would be in stable equilibrium with Searles Lake 
brine at the end point of crystallization. 

9. Na,B,0,.2Na;AsO,.36H,O. A metaborate arsenate, prepared in 
the same manner as No. 8 and isomorphous with it. This double salt 
does not appear in the following diagrams. It was prepared by Gale 
and Ritchie in 1924. 

Of the nine double salts listed above, four (Nos. 4, 7, 8, 9) were dis- 
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covered in the course of the work; three others (Nos. 3, 5, 6) had never 
appeared in an equilibrium diagram before. One other double salt that 
was anticipated did not appear. This is sulfohalite, 3Na,SO,.2NaCl, 
whose occurrence as a mineral in the Searles Lake region was reported 
in 1900. 


CHAPTER IV, 
EARLY PLANT OPERATION. 


On my first trip to Trona to make a report on the plant in 1919 I 
found it equipped with triple-effect evaporators of a type very commonly 
used in the manufacture of sodium chloride from brine.* These evapo- 
rators were probably suitable for salt manufacture but they were very 
poorly adapted to the concentration problems at Trona. Moreover, they 

‘were arranged in a very peculiar and unusual manner. One double 
effect, theoretically used as a preheater, fed liquor into a triple effect 
for further concentration, and on the other side a single effect fed 
liquor into another triple effect. This arrangement was evidently not in 
the interest of economy. The brine in the pans foamed like soapsuds, 
which was not particularly the fault of the evaporators, and in order 
to keep this foam under control it was customary to blow live steam 
at times into the second or third effects; also not economical. A brine 
of this type depositing large quantities of salts requires rather vigorous 
positive circulation through the heating tubes, but these pans were 
equipped with a type of propeller which used nothing stronger than 
moral suasion, and the liquors were of such an unregenerate type that 
moral suasion was not effective. Because of the slow circulation, the 
tubes salted up very rapidly and frequent stops were necessary for 
washout. Due to some of the minor constituents in the brine the tubes 
of the first effect were frequently found coated with an impervious — 
and insoluble enamel which so cut down the heat transmission that 
frequent resort to mechanical violence was necessary to remove it. 
This enamel corresponded roughly in composition to a lithium sodium 
ammonium phosphate, and its removal naturally shortened the life of 
the heating tubes. When the brine is heated it gives off ammonia which 
renders the use of any material containing copper inadvisable. It also 
gives off carbon dioxide in very considerable quantity which causes air 
binding in the next effect. A third material in the vapors is hydrogen 
sulfide and possibly sulfur in other forms, which corrodes the outside 
of the heating tubes in the next effect, causes a deposition of iron 
sulfide, iron oxide, and elementary sulfur. This of course again cuts 


* Described in J. Ind. Eng. Chem. 10, 839 (1918). 
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down the heat transmission and shortens the life of the heating tubes. 
The discarded salts were removed from a boot at the bottom of the 
pan by bucket elevators, and then more or less inefficiently washed, 
all of which tended to produce very heavy losses. It was clear that the 
equipment as it existed was not well adapted, but it was also probable 
that no other standard equipment would prove very suitable for the 
special case before us, and so it seemed wise to analyze the problem 
step by step and see what could be done by making changes to the 
equipment as it existed. 

To consider some of the evaporation problems for a moment, prob- 
ably the most serious one was foaming. We are all familiar with this 
phenomenon in commercial evaporation and there are several well- 
known methods for handling such liquors, but I have never seen such 
pernicious, persistent and aggravating foam in a regular operation. At ° 
times the condenser water was actually richer in potash than the raw 
brine fed to the pans. Unless this could be controlled either the losses 
of potash from partly evaporated liquor would be enormous, or the 
pans must be operated at such a slow rate that production would be 
negligible. 

In my first report I find the following comment: “At present in 
the plant they are adding a small amount of oil to the pans to cut 
down the foaming. This, too, is a tradition. I did not find out who 
started it, on what theory it was based, or what work had been done 
to indicate whether it was beneficial or not”. The use of oil on foamy 
liquids is very common and often effective, but why in this case use 
only an amount which was entirely inadequate? Why not add a proper 
amount to control the foam, rather than simply tease it? I asked the 
people in authority at the plant and the oldest operators. No one knew, 
or rather everyone knew but their explanations did not agree or did 
not sound reasonable. A majority felt sure, from tradition, that it 
would not do to add more oil, and they were right, as traditions often 
are. One may have great respect for traditional conclusions but they 
are not entirely satisfying, so at a later date when we had small 
laboratory pans for studying the problem a trial of the oil showed 
that there was no foaming so long as a thin film remained on the 
surface. This film tended to disappear but a further addition of oil 
sufficient to keep a film always present kept the foam under complete 
control, evaporation proceeded at full speed and there were no obvious 
disadvantages ; score—experiment 1, tradition 0. The experimental re- 
sult was exactly what one would expect, so we next started a full-size 
single-effect evaporator in the plant with instructions to run it at top 
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speed and make sufficient additions of the oil to keep a slight film 
always present on the surface and control foaming. This was done, 
and for several hours that pan had no trouble with foam, and produced 
high-grade concentrated liquor at a rate never before seen by the awed 
beholders. The operation was a complete success—in the evaporating 
house—but the patient died in the crystallizing house. After about 
twenty-four hours spent in excavating filters, centrifugals and other 
equipment which seemed buried under layers of concrete, the plant 
resumed operations, and we knew why you should never add enough 
of that oil to stop foaming. 


View or Prant Looxtnc West Across THE PLAYA. 


I have mentioned that burkeite forms sparkling crystals of very 
high luster. The film of oil acts as a flotation agent and selects the 
burkeite crystals for attachment, then floats them over with the con- 
centrated liquor to the crystallizing house where the mixture of crystal 
and oil sets like concrete. Tradition was finally right, without the 
faintest idea why. 

In studying the question of foaming it seemed reasonable to suspect 
organic matter in the brine as the cause. Synthetic brine containing all 
known constituents excepting organic matter could be evaporated with- 
out difficulty. Natural brine after treatment with absorbent carbon like 
Darco no longer foamed. In searching the watershed for organic matter 
which might be responsible I selected greasewood as the probable source. 
The leaves of this very common plant appear as if coated with a varnish, 
easily soluble in very dilute alkalies, and a very small addition of this 
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solution to a synthetic brine produces an excellent imitation of foamy 
natural brine. Probably a number of different organic materials are 
responsible, and more recent work at the plant by W. A. Gale indicates 
that the organic matter may be sodium salts of humic acid, and that 
its function is probably foam stabilization rather than foam formation, 
because its removal has little effect on surface tension. 

We found many substances which would prevent foam, such as 
cholesterin, capric acid, pine oil, turpentine, rosin, turkey red oil, and 
amyl alcohol, most of these being impracticable for use under vacuum 
evaporation. Finally R. W. Mumford worked out a practical one.* The 
way to control this foam is to add soap or a fatty acid. This ended 
foaming as a serious trouble and made it certain that we should use 
steam evaporation and not be compelled to resort to solar evaporation 
or some other makeshift. 

Another serious difficulty was the maintenance of proper vacuum. 
In any evaporating pan the amount of heat transmitted from the con- 
densing steam to boiling liquor is approximately proportional to the 
difference of temperature between the two. If the steam is 10° C. hotter 
than the liquor a certain amount of evaporation occurs, while if it is 
20° hotter than the liquor we have practically twice as much evapora- 
tion, other things being equal. If the effectiveness of a single pan is 
proportional to this drop in temperature then the effectiveness of a 
set of pans such as a triple effect, other things being equal, is propor- 
tional to the total temperature drop between the condensing steam 
which heats the first effect and the vapor which goes to the condenser 
from the last effect. If the steam to the first effect has a temperature 
of, say, 210° F., i.e., about atmospheric pressure, and the vapor leaving 
the last effect to go to the condenser is at 90°, we have a working drop 
of 120°, which will divide itself between the three pans according to 
their respective coefficients of heat transmission and heating area. But 
suppose we are evaporating a material like brine, which has a boiling 
point 20° or more above the temperature of the vapor it gives off. Then 
in the three pans of a triple effect we would lose over 60° of our work- 
ing temperature, leaving us less than half of our 120° range. To carry 
the idea farther, suppose in the evaporation of water we have only 
60° difference between the incoming steam and the outgoing vapor. 
This would do very well for water and would give us 20° drop to each 
pan, which would produce effective evaporation. In case we were using 
this brine, however, this 60° difference would be entirely absorbed by 

*U. S. Pat. 1,591,725. 
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the excess boiling temperature over water at the same pressure and we 
would have absolutely no evaporation at all. 

Now in the plant as it existed in 1919 the vacuum was maintained 
by a rotating mechanism which was naturally very subject to erosion, 
and to make matters worse some of the parts contained copper in the 
composition which is very subject to the action of ammonia in the vapors. 
New equipment would start with a very respectable vacuum but in a 
matter of days this would fall to a level which was quite unsatisfactory. 
Substitution of proper barometric condensers and the removal of all 
copper from the system solved this first difficulty. The brines contain 
bicarbonate, and in the vacuum pans a considerable part of this is 
decomposed to carbonate, evolving carbon dioxide. This makes the re- 
moval of non-condensible gases a more serious problem than one 
ordinarily encounters. So-called air-binding was a very frequent difh- 
culty. The steam belts of the evaporating pans were very large and the 
gases tended to collect in pockets, the net result being to reduce very 
largely the effective heating surface. It was only by long periods of 
trial and change that all these pockets were located and effectively 
drained of gases. 

The foaming in the pans affected the vacuum in two ways. First, 
directly, because one of the common methods of controlling the foam 
when it got too bad was partially to break the vacuum until normal 
boiling was resumed. This not only acted directly to slow down evapora- 
tion but indirectly it introduced still larger amounts of non-condensible 
gases. The second action of the foam was to cause serious friction in 
the vapor lines, particularly in the vapor line going from the third 
effect to the condenser, so that the pressure and temperature in the third 
effect were very considerably higher than they were at the condenser. 
This caused a loss in the effective vacuum and consequently a loss in 
the working temperature drop. The change in condenser, introduction 
of more and colder water to it, control of foaming and control of 
non-condensible gases enabled us to keep a satisfactory vacuum, and 
finally raising the pressure at which steam was fed to the first effect 
gave us a satisfactory working temperature, but there apparently is no 
way to avoid that 60° loss of working temperature due to the increase 
in boiling points of the brines. 

A very important part of any evaporation problem is the trans- 
mission of heat, usually through the wall of a tube, from the steam on 
one side to the liquor on the other side. The evaporating calandria in 
the plant at Trona contained a grand total of about 25,000 tubes, each 
6 feet long by 2.5 inches in diameter. Placed in their favorite position 
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of end to end this made about 30 miles of tubing, through whose walls 
heat must be transmitted from the steam on the outside to liquor on 
the inside. This makes about 100,000 square feet, or 2.5 acres of heating 
surface, enough if properly designed and distributed to supply a very 
large part of the potash used in the United States. But in 1919 this mass 
of tubing was producing only a little over 1 ton of KCl per day per 
linear mile. 

In transmitting heat through a given surface there are four factors 
which may have a tremendous influence. One, a deposit of soluble salts 
on the walls, what is known as “salting up” of the evaporator. This is 
bound to occur whenever one is evaporating concentrated liquors which 
are precipitating salts. Rapid circulation of the liquors may delay the 
effect, but eventually, usually within a matter of hours, the heat trans- 
mission has been reduced so much that the heater must be stopped while 
the salt is washed out. Second, formation of scale from the evaporating 
liquors. In most liquors this scale consists of insoluble calcium salts, 
but in the case of Searles Lake brine there is no difficulty at all with 
the calcium and there was no formation of scale in any pans, if we 
except the lithium sodium ammonium phosphate enamel previously men- 
tioned which often formed in the:hottest pan. When this enamel has once 
thoroughly set, hot or cold water has little influence on it and mechanical 
violence must be used. If taken in hand before it has become too hard 
it could, with care, be removed. This enamel has a very low coefficient 
of heat transmission and when it has once formed the effective action 
of the evaporators is very much reduced. We never did learn the exact 
conditions of temperature and concentration which led to its formation, 
and while it caused a great deal of trouble over a long period of time 
it finally, through some change in temperature or concentrations, recti- 
fied itself and is no longer a serious cause of worry. The third factor 
is the corrosion of the tubes on the steam side. In our case this corrosion 
took the form of oxide and sulfide of iron. This also slows down the 
heat transmission very rapidly, besides of course shortening the life of 
the tubes, and the arrangement of the tubes in the calandria was such 
that access to them for purposes of cleaning was very difficult. The 
fourth factor is the speed of flow of liquor through the tube. A higher 
rate of speed not only keeps the tubes clearer of salts but increases the 
actual heat transmission per square foot. 

We could not accomplish a great deal in improving conditions for 
any of these four factors in the then existing plant. What we could do 
was largely palliative. We did finally succeed in getting a production 
of about 3.5 tons KCl per linear mile of tube per day, but the real 
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solution of the problems did not come until several years later when a 
properly designed plant was built in which the production is approxi- 
mately 12 tons KCl per mile per day; but that is another story which 
will be taken up later. 

In the production of potash from this brine it should be remem- 
bered that for every ton of potassium chloride made at least six tons 
of waste salts must be removed from the evaporators, washed free of 
adhering concentrated or partly concentrated liquor, and discarded. This 
is not an easy task. The equipment we found at the plant, consisting 
of bucket elevators, classifiers and settlers, was not very effective, and 
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in addition it entailed heavy maintenance charges and frequent stop- 
pages. It was replaced by another system which worked a good deal 
better and caused less trouble, but since that one too has now gone 
into the discard it need not be discussed further here. It was the custom 
to filter all concentrated liquor and this operation required quite a 
battery of filters and their attendant operatives. It seemed useless to 
filter a liquor which would settle readily if given an opportunity, so 
the filters were discarded. In an evaporating plant such as this it is 
good practice to use the steam for power before it goes to the evapo- 
rators for heat, and usually the plant is laid out so that there is a 
balance between the steam that goes to the prime movers for power 
and the steam that goes to the evaporators. This plant was laid out 
with that idea in mind, and because the evaporators were expected to 
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take large quantities of steam some of the prime movers were direct- 
connected turbines, which consequently ran at low speed and took 
enormous quantities of steam. Unfortunately, as indicated above, the 
plant could not do the evaporation that it was designed to do, conse- 
quently there was a great excess of steam going to the prime movers 
which the evaporators could not afterward use, and which was ex- 
hausted into air. This was an obvious matter that was corrected either 
by changing the type of turbine or alternately driving by electric motors, 
which balanced the steam so far as heat and power were concerned, 
but it introduced one added difficulty. Electric power came to the plant 
over a single line through many miles of desert. If anything happened 
to stop the power for more than ten or fifteen minutes evaporation 
must stop immediately and the evaporators must be emptied before 
they froze solid. 

The next serious difficulty was pumps. All liquors that we handle 
are saturated and frequently contain suspended salts, so that on the 
slightest provocation a pump is liable to freeze. Unfortunately the 
insides of the pumps used in most cases were inaccessible. I wish some- 
one who has spent a good deal of a lifetime in factories struggling 
with pumps would write a book about them, and I urge every young 
man aspiring to be a chemical engineer to make a profound study of 
pumps in the relation of their construction to the type of material they 
must handle and the type of duty they must serve. In this one plant 
at T'rona we are probably pumping about 150,000 gallons of water or 
brine every minute and it becomes a matter of great economic impor- 
tance. We gradually replaced all liquor pumps by ones that could be 
easily inspected and cleaned in case of difficulty, and saw that the 
important ones were in duplicate. These are more or less routine matters 
and they are mentioned here only because it is in this part of his prob- 
lem the chemical engineer is most likely to make his errors. 

In the crystallizing house, by 1919 the plant management had 
learned the principle involved in separating potash from borax in con- 
centrated liquors. Borax is sluggish and tends to form supersaturated 
solutions. So if a mixed solution is cooled rapidly, not agitated and 
not seeded with borax crystals, the potash may be crystallized and 
removed before the borax precipitates. The principle was known but 
practice had not been developed to a point which would give what we 
now consider a marketable potash, i.e., considerably less than 0.5 
per cent borax present. In developing the cooling plant the designers 
had probably overestimated the importance of rapidity of cooling and 
underestimated the effect of agitation and seeding, consequently the 
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coolers were very complicated, equipped with coils for cooling water, 
other coils for refrigerated brine, and even still other pipes in which 
ammonia could be expanded directly. These coolers went through sev- 
eral stages of development, mainly in the direction of simplification, 
and each step improved the separation and reduced the amount of 
refrigeration required. To-day we use no more refrigeration machinery 
to turn out 250 tons of potash per day than was originally used for 20 
or 25 tons. 

From the equilibrium data given in Part II we know now that 
our problem is to pass from the concentration indicated by the triangle 
in Diagram 17 to a spot near point 137 in Diagram 21, without pre- 
cipitating any potash or borax. This was not known in 1919, and 
although the concentration was headed in that general direction it 
stopped very far short of point 137. The product then averaged about 
60 per cent KCl or less. As our experience and information increased 
the concentrated liquor was improved and to-day the aim is to have all 
potash salts between, 95 per cent and 98 per cent KCI. 

In this general way production and research moved hand in hand, 
sometimes one leading, sometimes the other. Recording thermometers, 
pressure gages, flow meters and weirs of all kinds were tried in an 
attempt to determine just what occurred during the operations. The 
whole plant was subject to experimental operation and gradual change 
of unsatisfactory equipment. This is never a desirable thing to do. A 
plant should operate uniformly and the place for experimental work 
and development is normally entirely outside of the producing plant. 
But in the present case the course adopted was necessary because the 
research and development work had not been done first, and because 
the plant was there, was not functioning properly, and experimental 
operation combined with research was the quickest way to determine 
just what was happening and what should be done about it. 

By May, 1921, this period was over, various changes noted above 
had been made in equipment, and some measure of technical control 
had been established. Tests of the remodeled equipment and methods 
indicated that we had a plant which could be tuned up with experience 
to a fairly uniform daily production of 100 tons KCl and 50 tons borax 
per day, both perfectly marketable. The costs of production would not 
be all that could be desired, but on the other hand they were not pro- 
hibitive. It was evident that continued study would enable us to develop 
a thoroughly attractive and successful business. It was further evident, 
at least to me, that what in July, 1919, had been only a fair bet, just 
a project well worth trying on account of the large amount of money 
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already involved, was now a most excellent prospect with the odds all 
in its favor. Just one thing might ruin it, and that is the thing that has 
caused and is causing the failure of many otherwise sound enterprises— 
impatience, discouragement and disbelief on the part of the stock- 
holders and directors. It takes time and patience as well as money, and 
such development work is no place for a man who wants everything 
done yesterday. It is only fair here to say that in this case the stock- 
holders were unfailing in their support throughout, to their own very 
substantial financial gain. 

The plant closed for ten months about May, 1921, but research and 
development work continued without decrease or interruption. The plant 
reopened in March, 1922, as an operating, not experimental, unit and has 
continued ever since, excepting for a little interference in 1926 due to 
construction of the enlarged plant. 

The first step in operating the reopened plant in 1922 was to tune 
it up to the expected production, which was accomplished; and the 
second was to concentrate attention on uniformity of product and 
operation, and reduction of costs, which was also successful. The third 
step had to do with sales. During and after the war selling was easy. 
If it were rumored that you had goods for sale buyers fought for the 
privilege of taking them away from you. Many a clerical order taker in 
those days developed the idea that he must be a wonderful salesman. 
By 1922 selling had become an art requiring action again, and our much 
increased production needed to be moved regularly. So we brought in 
Mr. A. A. Holmes as sales manager and definitely organized that de- 
partment. His first duty was to make friends of the consumers, and 
his second one was to convert the seasonal demand for potash, to which 
consumers had been accustomed, into a steady daily outflow from the 
plant which our production department needed. There was the usual 
difference in point of view between selling and operating departments 
because neither, naturally, ever quite fully understands the troubles and 
difficulties of the other. The sales department always wants to sell 
what it can sell easiest, and the operating department always want to 
make what it can make easiest and cheapest. Unfortunately these two 
desires do not always coincide, but personal conferences two or three 
times a year between the heads of the two departments usually smooth 
out all differences and result in satisfactory compromises where neither 
gets quite all that he wants. In general my attitude is that while a plant 
is in the struggling stage, trying to work out its major production 
problems, the burden is on the sales department to sell what the plant 
can make, if it is at all salable. After this period is over the burden 
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is on the plant to make what the sales department can sell, within 
reason. 

By the middle of 1924 research, development, production, sales, 
and income were all progressing so smoothly that it was time to lay 
rather definite plans toward applying the information and experience 
we had gained and were still gaining toward the design and construction 
of a larger plant, and one more nearly suited to the work. It was ulti- 
mately decided to convert the existing plant, which could make about 
100 tons KCl and 50 tons of borax per day, into one producing about 
250 tons KCl and 125 tons borax per day, a part of the latter to be 
converted into boric acid, but this is a story for another chapter. 


CHAP TERI: 
SPECIAL FEATURES OF THE PROBIEENE 


Aside from the fixed charges incurred in obtaining ownership and in 
developing the 2500 acres of salt body in the lake, the only cost of raw 
material for the plant is the cost of pumping. Any basis for depletion 
charge which might become effective within a generation is very difficult 
to figure. Amortization of cost of the property should be accomplished 
well within the life of the plant, but in fact this amortization becomes 
a daily and not a per gallon charge, and we are left in the very peculiar 
situation of being able to disregard the amount of raw material used. 
Whether we obtain a 20 per cent or a 100 per cent recovery of the 
potash and borax in the brine used means little to us, a few cents per 
ton at most, so long as the losses are confined to raw brine on which 
no real work has been done. In evaluating mother liquors to see whether 
they should be discarded we can select a datum level of about 5 per 
cent KCl and 3 per cent borax. Anything below that level would natu- 
rally be discarded at once as worse than valueless. Anything richer 
than that has a value only equivalent to its excess content above the 
datum level minus any detriment or disadvantage from impurities that 
may be incurred by its use. This value also may easily be negative and 
the liquor should be discarded. I stress this point because chemists are 
so often urged to conserve resources and save everything, as though 
100 per cent yields and no waste products were a sort of religious 
slogan that would pave the way to heaven. I can’t agree with that point 
of view at all. A chemical plant is not a place for collecting and keeping 
family heirlooms on account of the sacred memories attached to them; 
it is a place for making things, and the best way to make things is by 
judicious waste of the unimportant so that you have room and time to 
devote entirely to the thing you are making. If there are those whose 
consciences might be hurt by such waste they may be reassured in 
this case, for all discarded materials are thrown directly back into the 
lake, just like little fishes, and so saved for posterity. 

Since cost of raw material may be neglected, the heaviest operating 
charges are fuel for heat and power, first, and labor second. When it 
required many hundreds of gallons of fuel oil to produce one ton of 

46 


SPECIAL FEATURES OF THE PROBLEM 47 


potash, fuel was a far more important item of cost than it is to-day. 
It is not surprising, then, that many experiments on solar evaporation 
were made in the effort to cheapen production. In fact no one can 
view that expanse of desert with cloudless skies, hot climate and low 
humidity, without being smitten with the urge to build solar ponds. 
On my first arrival at the plant both solar and spray ponds were already 
under experiment, and I did not escape the contagion. As the work 
progressed, however, two things gradually became clear. First, as a 
method of separating the brine salts from each other solar evaporation 
whether in still or spray ponds is quite unreliable. The brine is com- 
pletely saturated with five salts at 22.5° C. Evaporation near this tem- 
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perature tends to precipitate most of them without producing much 
separation. Higher temperatures can not be maintained with good 
evaporation, and lower temperatures produce unlovely mixtures of 
highly hydrated carbonates, sulfates and borates, which are very diff- 
cult to handle. An operation might be developed but it would always 
be tricky and unreliable, and would require definite temperature control. 
Unfortunately the research department never produced a satisfactory 
method of controlling the weather. 

If we abandoned the idea of making adequate and profitable separa- 
tion of the salts by solar evaporation, there still remained the possi- 
bility of evaporating to dryness in solar ponds, and so reducing the cost 
of plant evaporation. At first sight this seems feasible. The sun is 
capable of evaporating, in one year at Trona, a layer of water about 
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9 feet deep. Brine having lower vapor pressure might show 5 feet water 
evaporation per year if the surface is kept free from crusts; a space 
the size of an 8 by 10 rug might suffice to precipitate 7 tons of salts per 
year, of which 1 ton would be KCI and 1200 pounds borax. To offset 
this pleasant prospect we must harvest this 7 tons of salts, transport it 
several miles to the plant, and hot leach or otherwise dissolve the valu- 
able part, besides the care, maintenance and pumping at the pond, all 
to avoid evaporating 13 tons of water in the plant. In addition to this 
we would be faced with a relatively expensive raw material at the plant, 
whose cost could not be ignored. This would make percentage recovery 
an important item and would change the whole aspect of the problem. 
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So long as triple-effect evaporation was expensive this alternative 
had to be examined with great care, but after plant evaporation was 
under control and could be done at a reasonable cost solar ponds no 
longer held any interest whatever, and the sun could shine at its own 
pleasure untrammeled by any extra cares in connection with the manu- 
facture of potash or borax. The sun is not always the cheapest thing to 
use in a given operation merely because it furnishes B.t.u.’s for nothing. 

We are accustomed to thinking of chemical plants in the center of 
civilization with immediate access to all requirements. One particular 
feature about Trona to be noted is its isolation. A plant located in such 
a place must be entirely self-sufficient. It must maintain in its stores not 
only everything that might be needed for repair and maintenance and 
operation of the plant, but absolutely everything that a community of 
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a thousand people may need for its physical, mental or spiritual welfare, 
whether the need is for a hundred-horsepower motor or a package of 
safety pins, a head of fresh lettuce or an evening at the movies. The 
corporation must have it in stock or else it is unobtainable anywhere. 
The corporation owns the plant, the town, the streets, the roads, the rail- 
road, the schoolhouse, all the residences, the store and movie palace, 
swimming pool, water works, electric light and power, ice plant, the 
hospital, jail, and fire department. It is as nearly a complete soviet as I 
have ever seen, understanding “soviet” to mean the rule of a powerful 
minority. There are only two places in the city of Trona where anyone 
excepting an employee and his family or a guest may be without being 
guilty of trespass; those two places are the post office, where he may 
linger so long as he is buying a stamp or mailing a letter, and the wait- 
ing room of the railroad station, where he may wait for the next train. 
This concentration of authority in the hands of a few is rather neces- 
sary if one is to develop a project of this size in such an isolated region, 
and it requires a special kind of experience to guide such a community 
wisely. When I first saw the place in 1919 it had the same concentration 
of authority that it has to-day, but at that time it had more the aspect 
of a mining camp. Fortunately, the first manazer we sent out, H. S. 
Emlaw, was a mining engineer who had had very considerable experi- 
ence in handling isolated mining camps. To-day there are a number of 
men at the plant who could handle such a situation intelligently, but 
at that time it was a new experience to all the rest of us. In the early 
days of this enterprise the mining camp atmosphere was a necessity, 
and among men in subordinate positions a strong jaw, a good right arm 
and a powerful voice were probably more important qualifications than 
a knowledge of chemistry. If the enterprise were to really reach mature 
development, however, it was necessary to change the mining camp 
atmosphere and gradually develop a city with a large chemical works. 
A strong jaw and a good right arm are still valuable assets, as they 
are anywhere where things are to be done, but foremen and superin- 
tendents of the type that were once useful and necessary would be 
entirely lost in any attempt to understand the technical control which 
the present plant requires of their successors. 

In the early stages of the work when it still bore the aspects of a 
mining camp it suffered from the same labor difficulties that such a camp 
expects. Large numbers of men employed were drifters who expected 
to work only a few weeks and then move on. At one time the labor turn- 
over of the whole plant was at the rate of 500 per cent per year; on an 
average each workman stayed ten weeks. Such a situation would be 


50 INDUSTRIAL DEVELOPMENT OF SEARLES LAKE BRINES 


impossible in a well-controlled chemical plant where experience in the 
job is an important asset. Now that there is an attractive village and 
good surroundings there is no serious difficulty in keeping good work- 
men, and the labor turnover is only normal. 

/ In the early days of my connection with this industry I found a 
very widespread disbelief in the possibility of its success. This was no 
doubt assiduously fostered by those who feared that it might be a 
success. I dislike the use of the word propaganda, but nothing else seems 
to describe suitably the great flood of articles, interviews and statements 
appearing regularly in newspapers, magazines, and even our technical 
journals, all of the same general tenor. The burden of their song was 
that God had given potash to Germany. He had given it in great 
quantities and easily accessible, and it was a crime, not much short of 
sacrilege, to try to manufacture it in the United States. There could be 
no hope of successful issue from such an attempt in times of peace. 
We could not possibly manufacture it as cheaply as Germany could, 
our source was a long freight haul from any market, and in any case 
our potash was not any good because it contained borax which would 
destroy the crops. We were, of course, also attempting to compete on 
borax, and our borax friends added their contribution to the effect that 
we could never make a really good borax, which was a matter of great 
care and intuition and of knowledge that could only be acquired over 
many years of experience. We might make something for a little while, 
but as soon as our philanthropists quit advancing money to us the 
thing would all be over. I even found a great many of my own ac- 
quaintances divided in opinion into two groups, one of which assumed 
that I was fooling myself, and the other, more charitably, decided that 
I was only fooling my clients. This current of thought, which was 
maintained for a good many years, and which I have not overdrawn, 
made it rather difficult for me to induce high-grade men such as I 
wanted to take a part in the enterprise. They feared to be damaging 
their own future by wasting time on an affair that was doomed to 
failure. However, there are always adventurous spirits, and not all 
my friends believed either that I was fooling myself or that I was fool- 
ing my clients, so we were able finally to staff the plant with high-grade 
technically trained men. 

In a producing plant of this kind it is of course necessary that the 
research and development departments should be composed largely of 
men who are chemists or chemical engineers, and that a considerable 
proportion of the operating department should have that training also. 
The important thing, however, to my mind is technical training, not 
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necessarily chemical training. The first manager we sent out to the plant 
in 1919, Mr. Emlaw, was a mining engineer. His successor, Mr. Vieweg, 
who had been there as assistant manager, is a civil engineer. The 
present assistant manager, Mr. Mumford, formerly head of research and 
development, is a chemical engineer. The second assistant manager, 
Mr. Burke, also formerly head of research and development, is a 
chemist. The present head of research and development, Mr. MacDonald, 
is a chemical engineer. The present production manager, Mr. de Ropp, is 
a chemist. The head of the engineering department, Mr. Eason, is 
naturally a mechanical engineer. The head of the sales department, Mr. 
Holmes, is a mechanical engineer. Probably I do not make the same dis- 
tinction between chemical engineers and chemists that is commonly 
made. From both one demands a certain knowledge of chemistry and a 
certain ability in the technic of handling materials. The distinction lies 
largely in the amount of material they need to have in hand in order 
to be at their very best level of thought. Both are engaged in the chemical 
transformation of matter, but a good chemical engineer thinks best 
and works best when he is dealing with tons. He can visualize and 
arrange his equipment better, his manipulations go more smoothly, his 
whole manner of thought is freer and clearer if he pictures a regular 
succession of tons of material flowing through an operation. A man 
well-adapted to development work, however, probably thinks best in 
pounds or hundreds of pounds. A chemist thinks best and works best 
in grams. You can convert a chemist into a chemical engineer by once 
getting him thoroughly interested in the idea of tonnages. If his mind 
is at all adapted to that quantity of matter his interest will be awakened 
and he will learn the technic of handling tons without a great deal of 
difficulty. On the other hand, it is not difficult to convert a chemical 
engineer into a chemist by interesting him in the quickness and accuracy 
with which he may obtain information from working only with grams 
instead of tons. If his mind is at all adapted to that quantity he will 
master the technic of handling grams. To my mind it is largely a 
question of the quantity of material the individual mind likes to con- 
sider at one time. To carry the comparison a little farther, I suppose 
we should say that a physical chemist is one who works best and 
thinks best with molecules rather than with grams or tons, probably not 
to exceed ten or a dozen molecules at one time, and the modern physicist 
is at his very best inside the spacious confines of a single atom. 

No matter what kind of chemist or engineer a man may call himself 
he must have a training which enables him to understand the language 
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and something of the problems of chemistry and engineering, and he 
must habitually have a scientific and logical mode of thought. 

It has been a matter of some surprise to many visitors to the plant, 
that trained and capable technical men such as they find there can be 
persuaded to stay in the desert away from civilization so many years 
and still be content. Of course they are only a few hours from civiliza- 
tion, or at least from Los Angeles and Hollywood; their living con- 
ditions are now very comfortable, society is congenial, work interesting, 
opportunity great, and business relations conducted on a basis of mutual 
respect. Why shouldn’t they be content? 

The matter of maintaining an atmosphere of mutual respect is of 
course advisable anywhere, but it becomes exceedingly important when 
dealing with technical men from whom you expect constructive work 
and ideas. My lecture to young men who are about to assume a position 
giving them some authority over other technical men runs about as 
follows: 

(1) Don’t strut; the fact that you now have a certain title or 
position is extremely unimportant to everyone but yourself. It doesn’t 
prove anything. Maybe in selecting you someone made a mistake which 
will be rectified later. The essential thing is, what can you do, what 
can you contribute, how much better are you than a vacancy in the 
office? Crazy Ludwig was king of Bavaria, and Caligula’s horse was 
consul of Rome. These were important events to Ludwig and maybe to 
the horse but they can hardly be counted as factors in successful progress. 

(2) Never hesitate to make a decision. Never pass it up to your 
superiors unless it involves factors quite outside your province and 
beyond your control which might adversely affect other departments. 
Likewise insist on your subordinates making their own decisions when- 
ever humanly possible. It may make you feel tremendously important 
to hold conferences and issue edicts, but it isn’t good for the men, nor 
in the long run is it good for the business. Help them whenever you 
can, advise with them on matters where your judgment or experience 
may be better than theirs, see that they have the vision of what you are 
aiming at, but be very chary about issuing orders, and never place 
responsibility on a man without at the same time giving him adequate 
authority. Have a genuine respect for other men who are really doing 
anything, whether your subordinates, associates or superiors. Every one 
of them is probably a better and abler man than you are in some 
particular kind of work. See to it that there is some work that you do 
better than any of them in order to maintain their respect too. The 
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man who has not a real appreciation for the work of other men should 
be allowed to depart from an organization quietly and quickly. 

(3) Don’t overwork the push button, and don’t be a fusser. When 
men are on the carpet in your office they are not doing the work for 
which they are paid, and weeks afterwards they may be resenting unfair 
things you said, instead of doing constructive work. 

(4) Play fair; no alibis. If something goes wrong don’t hesitate to 
take the blame. We can forgive honest mistakes when a man tries to 
do something. What we can’t forgive is the mistake of the man who is 
afraid to do anything. If the thing happens to go just right then 
remember that you probably didn’t accomplish it all alone and entirely 
unaided. Maybe there were others present. A position of responsibility 
means an opportunity for leadership. If you haven’t the quality of 
leadership all the authority in the world will not confer it on you; it 
must be developed inside yourself. 

This is rather a long lecture to interpolate here, but I probably 
never delivered it all at one time before, and it is part of the story. 
Furthermore at this time when business is so permeated with glorified 
office boys who call themselves executives it seems wise to call atten, 
tion again to a few of these fundamentals. 

After the plant had come through its early difficulties and had 
reached a fairly steady output, it became important to bring the produc- 
tion to as high a level as could consistently be done. In such work slight 
inattention on the part of the operators, or a little slowness on the part 
of maintenance men who are routed out of bed at 2 A.M. may mean 
a loss of hundreds or thousands of dollars. So it seemed wise to establish 
production bonuses in favor of certain foremen, operators, and main- 
tenance men to spur them to special attention and speed. As a part of 
this program complete production figures were posted in the plant every 
day for the inspection of all concerned. There may be some doubt re- 
garding the general advisability of making such payments, but I think 
none of the responsible men at the plant has any doubt that it was a 
very important factor in capturing the interest of a class of men who 
are often uninterested in anything except pay day, and in bringing pro- 
duction to a fairly high level. 

For my own convenience I habitually cast operating figures into a 
per diem form because my mind visualizes better in thousands of 
dollars than it does in millions. During the early days of Trona operation 
the question was whether the existing plant could operate or should be 
scrapped, consequently depreciation, amortization, obsolescence, interest 
on investment and similar items had no place in the figures. Our interest 


54 INDUSTRIAL DEVELOPMENT OF SEARLES LAKE BRINES 


lay only in current income and outgo, so the average figures per day, 
made up once per month from the monthly totals, looked about as 
follows: ; 

Average Daily Expenses 


. Operating labor 

Fuel 

. Repair and maintenance 

. Electric power purchased 

. Supplies 

. Administration 

. Sundry plant and village expenses 

. Selling expense 

. Miscellaneous interest, insurance, taxes, etc. 


WONDAMA WHE 


Against this was offset the value of the product made each day. The 
figure used here was the average return per ton for the previous month, 
net, naked in the warehouse after deducting all freights, commissions, 
loading, handling and packaging charges. 


—— tons KCl per day at — 
———- stOnissDOla xe petaday mat. ——— 


The difference between expense and approximate value of product 
per day gave a rough operating margin which could easily be followed 
from month to month. This statement is handed to all heads and sub- 
heads of departments every month and has been an important factor 
in maintaining a keen interest among the technical men, and particularly 
in developing their sense of the relative importance of things, the com- 
parative efficiency of their own department and its relation to the whole 
operation. The statement has undergone repeated revision and expansion 
as the operation took on more of the aspect of a regular business, 
always keeping in mind that the responsible men should have an ac- 
curate knowledge of all money values involved. I don’t like to see men 
working in the dark. It is particularly distressing to have research and 
development men struggling with problems that might at the most 
mean $10 or $20 per day, and calmly ignoring factors that may involve 
hundreds or thousands simply because they lack an accurate knowledge 
of proportional money values. Many firms are exceedingly secretive 
regarding all money figures. It may be a petty misdemeanor to allow 
your cost figures to reach a competitor, particularly if your costs are 
such that you ought to be ashamed of them, but it is a major folly to 
keep your own good men in ignorance of them. A still greater folly 
is not to know them yourself. 

In developing a pioneering job of this kind where so little is surely 
known and so little is standardized, one should not be content until 
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a thorough personal interest has been aroused as far down the line 
as the degree of intelligence and the personal character of the individual 
will permit. In the present case the responsible men, especially in re- 
search, development, operation, engineering and sales feel, and feel 
rightly, that they have made the business. They can each look with the 
eye of a fond parent on some contribution in which they had a part, 
with the knowledge that without them it might not have been done so 
well, or possibly not at all. When men reach that stage they are no 
longer simply the occupants of positions and holders of jobs. Their 
pride is not in what J am but in what J do, which makes a tremendous 
difference in their real value in any walk in life. 


CHAPTER Vile 
THE PRESENT SsrigAiis 


By the middle of 1924 the plant was operating steadily, sales were 
going smoothly, income showed a regular margin above outgo, and 
everyone interested agreed that the time had come to center efforts on 
the design and construction of a real plant. Over a year was spent 
in gathering further information, largely from large-scale develop- 
ment work; then construction began with as little interruption of opera- 
tions as possible (which is always bad enough). The first unit was 
started in October, 1926, and the second one early in 1927. In the design 
it was expected that when the new plant was properly tuned up it should 
have a capacity of about 125 tons borax and 250 or more tons KCl per 
day, all in marketable form, a part of the borax being afterward con- 
verted into boric acid. Like all new plants it went through several 
months of tuning up, adjusting, training men to its use, and allowing 
the operating heads to determine its usual habits, and the points toward 
which particular attention should be directed. This was finally accom- 
plished, nothing of importance was found to be fundamentally wrong 
in design, and its present performance is just slightly in excess of the 
prospectus. When I made my first guess at the total plant cost in 1924 
many parts of the proposition were still rather vague, consequently 
the guess was none too good; but we finally have a better plant than 
{ had first visualized, and the per ton cost of production is enough 
lower than the original guess to more than compensate for added plant 
cost. 

The problem as I saw it was, first, one of tonnage and fairly large 
units. There is no use in fooline with an operation of this kind unless 
your daily income from marketable products is sufficient to warrant 
the time, money and efforts of good men being spent on it; and the 
units in which the plant operates must be as large as conveniently 
possible, because it takes very little more labor and attention to operate 
a large unit than it does a small one, if you know how it is going to 
operate. Secondly, the total tonnage of the two products was set at 
about 375 tons per day, which was determined to some extent by the 
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etc., that were available, and it was determined to produce this amount 
in two units. The second fundamental seemed to be continuity of 
operation. Continuous equipment so far as possible, no delays for wash- 
ing equipment, no material coming back for reworking excepting a 
certain amount of mother liquor through the regular channels provided 
for it, and no delays from accidents. The raw brine from the lake should 
flow in at one end of the plant and finished potash and borax flow 
out into the warehouse at the other end, as nearly as possible in one 
uniform stream. Any material in the plant, anywhere, was to be con- 
sidered as having no value excepting the time, labor and fuel that had 
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actually been spent on it, and the burden of proof lay on that particular 
material if it went wrong to determine that it should not be discarded 
rather than try to get back into the system. With this view of raw 
material in mind there was no particular stress for high yields, and it 
was obvious that if we were to produce say 250 tons of KCI per day 
we must pump into the plant considerably more than that amount. Let 
us assume, for this is not the figure but it will do perfectly well for 
illustration, that we had determined to pump to the evaporators one 
ton of brine every ten seconds. This would be 8640 tons per day, 
with roughly the following composition: 


NaCl 1420 tons 
NazSOu 590 
NazCOs: 420 ts 
KCl 4008 os 

e Na2B,O; : 10H.2O 200 ee 


NasPO,. 14“ 
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of which we only expected at the moment to recover and market about 
375 tons. This would leave about 2600 tons of waste salts to be disposed 
of and 5600 tons of water per day to be evaporated in triple-effect 
evaporators, or lost. The boiler house uses fuel oil which is the only fuel 
accessible in this region, and has a rated capacity of 7000 hp. The steam 
produced goes directly to turbo-generators which furnish all the power 
and light required by both plant and village. Exhaust from the turbines 
goes to the first effects of triple-effect evaporators. 

I do not consider it a part of the duty of the chemical engineer to 
design boilers, steam turbines, generators, or other electrical equipment. 
These things are standardized, and he has done his whole duty if he 
has seen that the right ones are selected and that they are functioning ° 
properly; but when it comes to a question of evaporation the chemical 
engineer must step in. The problem is different with every new ma- 
terial that he undertakes to concentrate. In a few lines, such as evapora- 
tion of water and of sugar solutions, practice has almost reached the 
stage of standard equipment, but in such a problem as the one we have 
before us the chemical engineer must determine what he wants to accom- 
plish, collect the necessary data, and probably design a good part of 
the equipment. In our case we had a relatively narrow field within which 
concentrations and temperatures might be varied. A proper mixture of 
raw brine and mother liquors was to be fed to the third effect. If this 
liquor becomes too concentrated for the temperature of the third effect, 
potash as glaserite, and probably borax, will be precipitated and lost 
in the waste salts; or looked at in another way, if the temperature 
of the third effect is too low for the concentration of the liquors the 
same thing will happen. We have an identical problem in the second 
and first effects. We must decide either on the concentrations or on 
the temperatures to be reached in the different effects before the 
design of the apparatus can begin. 

Now, a triple-effect evaporator consists essentially of three pans 
and each pan is composed of a heater, a flashing chamber, and the vapor 
lines. It is quite common practice to have the heater an intimate part 
of the flashing chamber and to have the heating area in the three pans 
more or less uniform. There is no particular reason for either, excepting 
the beautiful symmetry of the finished apparatus. In our case it was 
essential that the heater should be accessible for washing out salt 
deposits at frequent intervals without stopping evaporation. The obvious 
way to accomplish this was to have several different units of heaters 
connected with each flash chamber in such a way that any single heating 
unit could be cut off, washed and reconnected while the other heaters 
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were in full operation. This makes the operation of the evaporators as a 
whole continuous. 

The amount of evaporation in each pan will be directly proportional to 
the temperature differential in that pan, between the condensing steam 
and the hot liquor, directly proportional to the heating area, and will 
vary, but not proportionally, with the speed of flow of the liquor. The 
first problem was to determine on a fair-size scale what flow of liquor 
through the heating tubes was most economical considering the cost 
of circulating the liquor, the coefficient of heat transmission through 
the tubes, the curve with which this transmission dropped, and the length 
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of time the heater could be kept in operation without stopping to wash 
out. We found, as was to be expected, that for any given rate of flow 
the heat transmitted per square foot was far lower in the third or coolest 
effect than it was in the second effect, and the second in turn was lower 
than it was in the first. If we were given, then, equal heating surface 
in all three pans, and equal rate of flow, the evaporator would so adjust 
itself that our available temperature drop would be very largely taken 
up by the third effect. The second effect would have a smaller pro- 
portion, and the first effect the smallest. If one desired a uniform 
temperature drop in all three pans, which would seem to be the ideal 
toward which one should work, then the third effect should have the 
largest heating surface or the highest speed of flow, the second should 
be intermediate, and the first should have the lowest. Whether one 
gives the third effect the large heating area, or gives it the high speed, 
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becomes purely an economic question of plant cost versus operating 
cost, and naturally the whole design of the evaporators in relation 
to the heating area in each pan and the rate of flow in each pan will 
be decided on the same basis. Evaporating engineers seem to have 
reached the conclusion that something like six feet per second is a 
proper rate of flow, but I cannot see any basis for assuming that 
there is a proper rate of flow that is uniformly applicable. In some cases 
and in some pans the proper rate may not be over two feet per second, 
in other cases it may be as high as eight. In each case it becomes a 
question simply of weighing relative costs. Nine times out of ten it 
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will be found that a uniform heating area and uniform speed in all 
pans is economically unsound. Whether a uniform temperature drop 
in all pans is a proper ideal toward which to work I am not sure, but it 
is not far from the correct one. In our case, of course, we had to 
compromise with this ideal in order to meet the limitations of con- 
centration and temperature in the different pans, and this will frequently 
be the case in such problems. 

The equipment for evaporation as finally erected does not look like 
anything I ever saw before, but it is effective. The design of a novel 
apparatus of this kind involves features that concern the chemist, the 
chemical engineer, the mechanical engineer, and the operating man, so it 
is not surprising to find that Mr. Burke and Mr. MacDonald of the 
research department, Mr. Mumford, the assistant manager, Mr. Eason 
and Mr. Jackson of the engineering department, Mr. de Ropp of the 
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operating department, and even Mr. Vieweg, the civil engineer manager, 
all at some time took a part in the development of the evaporators, and 
particularly of the heating system. As a matter-of fact, in designing a 
changed equipment, when one finally casts his mind entirely loose 
from the tradition of customary shapes, sizes and relationships, and 
looks only on the immediate limitations and demands of the problem 
in front of him, the apparatus designs itself in its broad outlines. 
It remains then only for the specialist to determine what particular 
arrangement of detail will make it most convenient to operate, most 
durable, and least likely to call for the repair and maintenance gang. 


RECORDING INSTRUMENTS FOR EvAPORATORS. 


Arrangement of flash chambers, vapor lines, condensers, etc., pre- 
sented no particularly interesting problems. The only vapor line liable 
to give trouble is the one going from the third effect to the condenser. 
A pound of steam at that reduced pressure has a tremendous volume, 
and if the vapor line is too small the friction losses may unduly raise 
the boiling temperature of the third pan. One-tenth of an inch difference 
in the vacuum on the third pan means over a degree in boiling tem- 
perature. The steam may travel through this vapor line to the con- 
denser at a rate of over 100 miles an hour without causing serious 
difficulty, but if an attempt is made to send it through at 200 miles per 
hour the loss in vacuum is noticeable. 

One of the most interesting problems in connection with the evapora- 
tors is the removal of waste salt without undue loss of concentrated 
or partly concentrated liquor. We have over 2000 tons of this salt per 
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day, say at least 1 ton every 40 seconds, to be removed from the 
evaporators, separated from liquor, washed to remove partly con- 
centrated liquor and discarded, and the liquor returned to the pans. 
This is all done in graded countercurrent washers and settlers de- 
signed largely by Francis MacDonald. This also is something that I 
never saw before, but it works. As a result of the evaporation we 
have some hundreds of thousands of gallons per day of hot concentrated 
liquor rich in potash and borax which must be cooled rapidly to crys- 
tallize the potash. Now the quickest way to cool a hot liquor is to 
subject it to a vacuum. Batch vacuum coolers are not new, but we 
thought for our purposes we must have a continuous apparatus, so it 
fell to Mr. Mumford to design continuous vacuum coolers. These 
proved very effective, and it is rather a surprise that they have not 
been more commonly designed for other purposes. After the liquor 
leaves the continuous vacuum cooler it passes through other continuous 
coolers which have been developed by Mr. Burke, then to settling tanks 
and centrifugals to remove the potash. From the time the liquor begins 
to cool until the potash has been washed in the centrifugals only a 
matter of minutes must be allowed to elapse, otherwise borax crystal- 
lizes also. This part of the plant is all arranged then for continuity 
and speed. When the potash leaves the centrifugals it passes through 
a drier and then to the warehouse. The liquor which is supersaturated 
with borax then passes to a continuous crystallizer, which is a weird 
looking object developed by Mr. Burke. Its purpose is to persuade 
the borax to crystallize in a form where it can be handled, and not 
in a disagreeable slime. It serves this purpose, and the borax is separated 
and refined while the mother liquor, still fairly rich in potash and borax, 
is returned for reuse. Of course at some stage these liquors must re- 
ceive a certain degree of acidification to convert metaborate into borax. 
Otherwise there will be high concentration of metaborate in the evaporat- 
ing pans, and undue losses. As will be seen, the process from start to 
finish is a fairly simple one, but the manipulation necessary to maintain 
every part of it within the narrow limits necessary to success requires 
a rather high degree of technology and of alertness. 

I have not attempted to give any complete picture or any detailed 
description of the apparatus. What strikes the chemical engineer most 
on visiting the plant is probably its unconventionality so far as the 
appearance and use of apparatus is concerned, and the present plant 
being only the first attempt at this unconventionality will doubtless be 
greatly improved on the next attempt by the experience gained from 
this present one. 
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In the near future when the equipment has been partly superseded 
it may be possible to give details. Any chemical manufacturer should feel 
able to hand his dearest competitor all data, information and plans 
over five years old and still beat him. Mind, I do not say the information 
should be regularly handed to a competitor, but a chemical manufac- 
turer should be so imbued with the spirit of progress, so alive to the 
future, so forward looking that he would feel able to do this, and in 
fact would be delighted to have his competitor doing to-day just what 
he was doing five years ago. If he doesn’t feel that capability in 
himself I doubt whether he belongs in a field so subject to progress 
as the chemical business. 

This is about all of the story to be told at present. The corporation 
is producing and marketing to-day between 20 per cent and 25 per cent 
of all the potash used in America, but its output would make no real 
impression on the amount that America ought to use. It is making and 
marketing nearly half the borax and a considerable per cent of the 
boric acid that the whole world uses, but borax has extremely valuable 
properties, and if it is kept where it belongs, in the class of cheap 
chemicals, the world will use to advantage several times its present 
consumption. There is plenty of room for expansion and it seems prob- 
able that most of the borax of the near future will come from sources 
like Searles Lake, rather than from colemanite and other borax minerals 
as it did ten or fifteen years ago. 

Other materials in the lake are on the road to development, but 
their story can wait until it is history rather than prophecy. 


Peel f 


Equilibrium Data and Diagrams. 


SYSTEM I* 


Sodium Chloride, Sodium Sulfate, Sodium Carbonate, Water 
(Diagrams 1, 2, 3, 4) 


This is the first of the five four-component systems which must be 
examined in leading up to the five-component system, water and the 
chlorides, sulfates and carbonates of potassium and sodium. 

Diagram 1 shows the chlorides, sulfates and carbonates of sodium 
plotted along the three rectangular axes in mols per thousand mols of 
water; the fourth component, water, being always 1000 mols, is not 
shown on the diagram. For convenience two data sheets are given at 
each temperature, one in grams per hundred grams of water, and 
the other in mols per thousand mols of water. The method of the data 
sheet is to show first the three two-component univariant points, 237, 
238, 239, representing solubilities of the three single salts. Then the 
data are given for a three-component univariant point 241, followed by 
data for some point on the divariant line (between 237 and 241) rep- 
resenting equilibrium with Na,CO,;.10H,O, and some point on the di- 
variant line (between 238 and 241) in equilibrium with Na, oOe. 1LOH-O: 
This gives the complete three-component system Na.COs Na,5O7 and 
water at 20° C. Next data are given for the three-component univariant 
point 2, followed by two points on the divariant line between 237 and 
2, then for point 243 and three points on the divariant line between 243 
and 238, then point 1. We now have the three complete bounding 
three-component systems in the three planes, and it only remains to fill 
out the solid figure by giving data for the four four-component uni- 
variant points (246, 4, 249 and 3) at each of which solution is in 
equilibrium with three solid phases. The numerals designating univariant 
points may seem to jump about in an erratic manner, but they were 


ted I to VI are by Harald de Ropp, with a very considerable amount of advice and 
eee William E. Burke, The hanksite portion of System VI is due to William E. 
Burke and W. A. Gale. 
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originally so numbered for convenient use and have not been SUES 
for publication. 

The field of the double salt burkeite is bounded by points 3, 4, 246, 
249, and the lines connecting them. It will be noticed that no part of this 
field touches the plane of the three-component system Na,CO3, NasSOg, 
H,O. A temperature of 20° C. is below that at which burkeite can exist 
in equilibrium with solution of its two constituents alone, and at least 
17.7 mols NaCl, per 1000 mols water at point 246 are necessary for 
its stability. The same is true of course for anhydrous sodium sulfate. 


System I—20°C. 
(Diagram 1) 


: Grams per 100 Grams of Water 
Point Solid Phases 
Naz,CO3 Na2SO,4 NaCl Total 
287, A\Nas€ Ose lO sO) tana erstscu toate ie Bers Aas PAIS) 
D3Q"\NaaS Of LOHSO oc areratersva chaneneasiovnctevateteremre tes Sos 19.5 se 19.5 
239 “INACI. isc oh ow Woe see ae Ree eR tee he see 36.0 36.0 
241 |NasCOs.10H2O, NasSO4.10H2O ........ 20.1 14.9 ne 35.0 
Rae, || Naa Og LOZ O maim: set Seen 20.3 1285 ae 32.8 
Bae REPO NISHON nanan ane on sda bumeeaans ¢ 6.9 15.8 oi O27, 
2, RECON MOO), MEX Snoucaaccuoenaoue: 19.8 ae 25.4 45.2 
att | Nas COs a1 ORT. Oe 4. enero orem ene - 18.0 See 9.9 27.9 
BS ATER GO SUS HO iinr docon Go dasunecaaoac 17.4 ae 17.2 34.6 
bas \NagSO, 10HGO, NasSOp 440s eee se 13.0 29.0 42.0 
ean [NaiS Op 0HsO mitimeeen aes Semen ones i 12.5 11.8 24.3 
idee IRERSLOM MUSEO) acacuigddéucuodiénSoouben Sa 11.7 20.4 sil 
5 te) (NasS Ops OT O anes veraccnns oa Sree Me 12.1 26.2 38.3 
(MINERSO)S NAO Shoaticocdsonddbodsoneoeas see 11.0 31.8 42.8 
Sr aH IEC bar oe Mere re sey nA LS PEL URR, oF 3 13.5 ae 28.9 42.4 
246 |Nae2COz.10H2O, Na2SO,.10H,O, burkeite 18.8 13.8 11.5 44.1 
Foe [RERCOPAMOIEHO) OME Sosonccconncece 19.7 11.2 17.3 48.2 
=e: |NasCOs.10HsO, NasSO,,10HsO . 2.05... 19.2 13.8 7.2 40.2 
4 |Na,CO3.10H2O, NaCl, burkeite .. ahs ele 6.2 Ore, 50.5 
249 NazSO,.10H,0, burkeite, NaeSO,4 AC 11.0 14.1 21.4 46.5 
3 Nass Oz, Nal burkeite sec. cee 8.3 10.5 28.5 47.3 
SSS. OOO e aaeeee—oo$0”e 5 ee ee 
System I—20° C. 
(Diagram 1) 
Mols per 1,000 Mol 
Point Solid Phases z oy ot es 
NasCOs | NaeSO, | NaCl ! Total 
YL NEACONMIEEO) cpoooneononbsaanuocsa sve 36.5 Rae Ac 36.5 
DE REASON MNS HO) 55.5 goGeo6G08b bGoo0 shu obo Av 24.7 ee 24.7 
2B 9a Clik vezrss sc dee saci a ee eee oe sae 55.5 55.5 
241 |NasCOz.10H20, NasSQ,.10H,O ......... 34.2 18.9 me 53.1 
NER COPS MM s ORO SD Gearmice bnocohoncOdne 34.5 15.8 nw 50.3 
NasSO,; l0Hs Own. sean eee nen 11.7 20.0 4: 31.7 
2: WNasC Oy. 10H sO; NaCl wecken eine one er 33.6 ik 39.1 721g 
NasCO: 10BAO coc causes Conant 30.6 a 15.3 45.9 
NasCOs 10H sO gin. 2. ose cabaret eee 29.6 ei 2 26.5 56.1 
243 |Na.SO,.10H,0, NaSO, ..0,.0 eee te 16.5 44.7 61.2 
NaS O psl01O: cis be ck eeepc oe 15.8 18.2 34.0 
Na,SO,10H50 25) sc oa eon ae 14.8 31.4 46.2 
NazSOp10H{0 acreage 2an antec ea 15.3 40.4 55.7 
| NasSOg NaCl st cao ere ements as 13.9 49.0 62.9 
Jia (Nath 2 seat «. Sotan hy alpen pee te 22.9 soi 44.5 67.4 
246 |NasCOz.10H2,O, NasSO,.10H.O, burkeite. 32.0 1i7e5 17.7 67.2 
Sohn NasCOsnlOHsOtsburkeite mame weenie 33.5 14.2 26.7 74.4 
... |NaeCOs.10H2O, NasSO4.10H2O ......... 32.6 17.5 11.1 61.2 
4 |Na,CO;.10H2O, NaCl, burkeite 35.8 7.8 35.7 79.3 
249 | NaeSOy.10H2O, burkeite, Na,SO, 18.7 17.9 33.0 69.6 
3°|'NagSOg, NaCl, burketie° yess. noe! 14.1 13.3 43.9 71.3 
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SYSTEM 1; WaCL ~ NagS0, - Na2CO, - H0; 20°C, 


© - Burkeite Crystallization Starting Point 


4 - End Point of Crystallization 


DIAGRAM 1. 
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Diagram 2 represents the same system at 35° C. The dekahydrates 
of both Na,SO, and Na,CO; have disappeared and the burkeite field 
is greatly enlarged. The double salt is now in equilibrium with solutions 
of its constituents. A solution represented by any point on the line 
between 10 and 11 will precipitate burkeite on the addition of either 
carbonate or sulfate. 


System JI—35° C, 
(Diagram 2) 


Grams per 100 Gramsof Water|Mols per 1,000 Mols of Water 


Point Solid Phases a 

NasCO;} NaCl |Na2SOx4| Total|NazCOs| NaeCle |Na2SOx,| Total 

Bo lINaeS Oui socrtor alaerettereie epaeiets ate OK || SOse/ eee Bele 64.2 | 64.2 
GilINAGk Ca attinee raceroterevarenchar tere 36.3 oe 36.3 Sais 55.8 55.8 
7 NNasGOssUcOi ance sectors 48.8 ates 48.8] 82.9 rein 82.9 
SrINaCh INassOul « scaneurdseces he 33.6 9.2 | 42.8 erie 51.8 117s it6Ss5 
9 |NaeCO3s.1H2,O, NaCl ....... 24.8 23.9 48.7] 42.1 36.8 78.9 
10 |Na2COg.1H,O, burkeite ....] 45.8 ays CONN S27 el 7.8 see 8.7 | 86.5 
11 |NasSOg burkeite fihieas- nee 18.5 ais Beh |) GASH Silas) O06 43.5 | 74.8 
12 |NasCO3.1H20, NaCl, burkeite] 24.2 Pk) Pei? \\ anda) Zhileil ASsez/ 3.4 | 80.2 
13 |Na2SO4, NaCl, burkeite .... 4.6 30.7 8.8 | 44.1 7.8 47.2 11.2 | 66.2 
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System I - NaCl - Na2S0, - NazC0, - #20 - 35° C, 


Na,C0, 


100 mls 


o Burkeite Crystallization Starting Point 


12 - End Point of Crystallization. 


DIAGRAM 2. 


Ne2S0,° 100 mols 
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Diagrams 3 and 4 show the system at 50° C. and at 75° C., and an 
additional data sheet gives figures for a few points at 100° C. Concentra- 
tion of any solution of NaCl, Na,SO, and Na,COs, at 75° will bring 
us (Diagram 4) either to Point 30 with very little Na,SO, or to Point 
31 with very little Na,CO;, depending on the initial proportions of these 
two. 


System I - NaCl - Na,S0, - Na,C0, - H,0 - 50° C. 


Na,C05.1 H,0 


Na2SO>o100 mols 


o Burkeite Crystallization Starting Point 


21 - End Point of Crystallization. 


DracraM 3. 


System I—50° C. 
(Diagram 3) 


Grams per 100 Gramsof Water|Mols per 1,000 Mols of Water 


Point Solid Phases 

NavCO3| NaCl |Na2SOx| Total|NasCO;| NagCle |NasSO,|Total 
147 Naos O7 a caeyertem ecrienee avas urate 46.6 46.6 HOO aeaie 59.1 59.1 
15a Na Clear ares State 36.5 ater 36.5 stay 56.2 ROD 56.2 
16 |NasCO3.1H.2O 47.5 aie 47.5 | 80.6 sot Fae 80.6 
17 |NaeSOu, NaCl seh YY) 7-3 ||| 490 Fag pile) 903°" |nOlez 
18 |NasCO3.1H2O, NaCl ....... 20.9 27.0 47.9] 35.5 41.5 Rite 77.0 
19 |NasCO3.1H2O, burkeite ....| 44.4 one 6.3 SOL |i 7524 teh 8.0 | 83.4 
20 |NasSQO,4, burkeite .......... 12.6 as 36.7 49.3} 21.4 ae 46.5 67.9 
21 |Na2CO3.1H,O, NaCl, burkeite] 20.2 26.4 2.0 | 48.6| 34.4 40.6 2.6) lb 7an0 
22 |Na2SO,4, NaCl, burkeite ..... 2.9 32.9 Gefen 4.9 50.7 957 1 GSue 
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The transition point for Na,CO,;.7H.2O is very near 35° C., and it 
possibly should occur in some of the 35° diagrams, but its field would 
be very small, and so it has been ignored. 


System I - NaCl - Na,SO, - Na,CO, - HO - 75° C, 


Na,Cl, ~ 100 mls 


Burkeite Crystallization Starting Point. 


oD 
30 and 31 - End Points of Crystallization. 


DIAGRAM 4. 


System I—75° C. 
(Diagram 4) 


Grams per 100 Gramsof Water|Mols per 1,000 Mols of Water 
Point Solid Phases 

NasCOz NaCl NasSO,4 Total NasCOz NazCle NaySOy Total 
2 INE RISION, ceinaco co UO BU bOOUSUC ars ste 43.9 43.9 wine aes Be) | SSG: 
A INGA COUD fie ave aio:6 leieipie loin) acayas 5) 8 Sie 37.8 aie rivets) en 58.2 Pech 58.2 
Ds, WIE COR ai i sKOY op bececd cae. 45.3 Deke Acie 45.3] 77.0 athe jon A COD) 
DE \INaCh INasSOxg cece ma seen athe yb) 6.8 42.3 aves 54.7 8.6 | 63.3 
27 \NaeCO3.1H2O, NaCl ....... 16.4 30.8 47.2 | 27.9 47.4 He) 
28 |Na2CO3.1H2O, burkeite 42.9 oie 5.4 48.3] 72.8 a 6 6.8 | 79.6 
29 |Na2SOx4, burkeite .........- 7.9 ares 39.0 | 46.9] 13.4 os 49.4 | 62.8 
30 |NasCO3.1H.O, NaCl, burkeite] 16.6 30.3 1.4 48.3] 28.1 46.7 1.8 | 76.6 
31 |NasSO,, NaCl, burkeite ..... 15 35.2 6.7 | 43.4 2.6 54.2 8.5 | 65.3 
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System I—100° C. 


Grams per 100 Gramsof Water|}Mols per 1,000 Mols of Water 


Point Solid Phases 
NaCl |NagSO4|}Na2COs| Total] NagCly | NazSO4|Na2COs] Total 
62 |INaGleNagS Op sacce hiner BYES 6.5 stone 43.8| 57.4 8.2 ne, OE 
SoHINaGl, Nas Osa EO aes 33.5 ae 15a 48.6] 51.6 a6 25.8 | 77.4 
34 |NaCl, NagSO,, burkeite ....| 37.2 6.7 12 45.1 S7.2 8.4 2.0 | 67.6 
35 |NaCl, NagCOs.1H.O, burkeite] 33.1 0.9 VO 4 S598 e510) 12 2568 sae 
SYSTEM II 


Potassium Chloride, Potassium Sulfate, Potassium Carbonate, Water 
(Diagrams 5, 6, 7) 


System II is a four-component system plotted on rectangular axes 
the same as System I and entirely comparable with that system except 
that it shows the potassium instead of the sodium salts. The most 
striking features of Diagrams 5, 6 and 7 are the absence of any double 
salt similar to burkeite, the enormous solubility of potassium carbonate, 
and the very slight solubility of potassium sulfate, especially in the 
presence of considerable amounts of the other two salts. A saturated 
solution of carbonate precipitates all but a trace of the sulfate, while 
neither chloride nor sulfate appreciably lowers the solubility of car- 
bonate. 


System II—35° C, 
(Diagram 5) 


ee ee ee eee 
Grams per 100 Grams of Water|Mols per 1,000 Mols of Water 


Point Solid Phases ; 

K2COz KCl K.SO,4 Total K.CO3 K2Cly K,SO,4 Total 
30? PRaS Om actceincie ene nei cet OD 14.1 14.1 14.5 14.5 
STATIC. serchbvctsle teen ee oe Be ao 39.0 47.1 47.1 
38) |KeCOs.2HeO) tie e.ce Ngai wet PLL OE nl 1500) rece oOL) 
Sh) HLA OV ACO ke cocci wee 38.4 I7, 4071 Pree 46.4 1.7 | 48.1 
40 |K.CO3.3H.O, KCl . «| 114.1 3.1 ee (117.2) 148.7 OT evel oa4, 
41 |K.CO3.#H2O, K 9SO,. al) bees BO Trace | 112.5} 146.5 Trace |146.5 
42 |K,CO3.3H.O, K,SO,, KCiy 112.7 2.9 Trace | 115.6} 146.8 B55 Trace |150.3 


SS uSEInanSbotneneneaeseeremene cece ee ee 


EQUILIBRIUM DATA AND DIAGRAMS 


System 11 = EC} -“£,90, — %00 = 820 - 3° ° 


K,005 
38 
40841 


X00, 3820 


100 
mols 


c1 
a 100 mols 42 - Bad Point of Crystallization. 


DracramM 5. 


73 
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System II - KCl - K,50, - 


K,00, - B,0 - 50° 6. 


aie 


100 mols 49 - End Point of Crystallization. K,80, mols 


DIAGRAM 6. 


System II—50° C. 


(Diagram 6) 
Grams per 100 Grams of Water|Mols per 1,000 Mols of Water 
Point Solid Phases - 

KsCOs3 KCl K,SO,4 Total K,CO; K2Clo KeSO, Total 
AST Ka SO ge ec nee ae ne ato 171 LZ1 17.6 17.6 
ELIS Goll Were orcas ete cok ia eee ees Sees 43.1 ae 4Se1 Vs. $2.1 its Saul 
45s IKsCOgnsHsOn aaenee one en 121.2 ae eta 121-2 157.9 snare sare 157.9 
UD SOM URANO): Oo oaaoanhioe sn Soro 5 42.2 1.8 44.0 51.0 1.9 52.9 
47 RaCOs: SEHLOD KCI a eee 121.3 3.6 Sor 124.9 158.0 4.3 oto 
48 |K.CO3.3H:O, KeSQ, ....... IAD Trace | 121.2] 157.9 Ser Trace 
49 K.COg3. $H,0, Ke2SO,, Kel. 1UZAL 2 3 6 


Trace | 124.8] 157.8 4.3 Trace 
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System II - KCl - BS, - 
K,C0, - B,0 - 75° ¢, 


wee 56 - End Point of Crystallization 
K,Cl, 


100 mls 
DIAGRAM 7. 


System J[I—75°C. 
(Diagram 7) 


100 
£80, mols 


Grams per 100 Gramsof Water|Mols per 1,000 Mols of Water 
Point Solid Phases 

K,CO,| KCl | K.SO, | Total] KoCOz | K2Cle | KySO, | Total 
uf LAO Ga GO OOM O OOS Oe Vanes oro 20.6 2050) mretousie ayete 21.3 ae 
TIM [ECG uieettay oe otic s/,0.80, al oxen artonanecen se eto Redes 49.7 ace GOVT; Geetsiahs 60.0 or.0 60.0 
Su es Oaeas Elis @)s Gaietaie teteie sa sieie a0 136.4 is Pe LUSG 4 bii7e7, Ate Bob teh 
x85 SY OF a) (0) We ewig eee cen ar 48.5 1.9 50.4 3 58.5 2.0 60.5 
Disa liKaC Ogre toO) ICT circa asseue 134.9 Se, cee | ORIN) WnASy6 6.3 dog Cw) 
SOM Kee OrtntsOr KoSOgren scr 135.8 ae Trace | 135.8] 176.9 sek Trace | 176.9 
56 |KoCO3. 3H20, K2SOu, KCl..., 133.5 Siz Trace | 138.7} 173.9 6.3 Trace 180.2 
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SYSTEM III 


Sodium Chloride, Potassium Chloride, Sodium Sulfate, Potassium: 
Sulfate, Water 


(Diagrams 8, 9, 10) 


This is a four-component system because we have to do with recip- 

rocal salt pairs: 

NazCle + KeSOs = KeCh, + NasSOx 

and any set of analytical data for Na, K, Cl and SO, may be expressed 
in terms of not more than three of the salts. Point 65 in Diagram 8 
may be expressed as 44.7 mols NasCl, 11.5 mols K.2Cl,, 13.3 mols 
Na,SQO,, being a net of 44.7 above and- 1.8 to the left of the origin, or 
it may be expressed as 56.2 NazCle, 11.5 K,SO,, and 1.8 NazSO,, 
reaching the same spot on the diagram. In either case point 65 is a point 
in space measured 69.5 mols on a perpendicular to the plane of the 
diagram, and what we have before us is the projection of a solid figure. 
This system as stated was investigated by Blasdale and our results do 
not differ materially from his excepting at points 66, 67 and 69 in 
Diagram 9, and points 72, 73 and 75 in Diagram 10, all at the boundaries 
of the glaserite field. While the two four-component systems previously 
examined each contained three three-component systems, this one, due 
to the reciprocal salt pairs, contains four three-component systems, one 
in each pair of axes. The most striking feature of the diagrams repre- 
senting System III is probably the very large glaserite field. In addition 
to the three diagrams at 35°, 50° and 75° C., data sheets will be found 
for 20° and 100° C. 

System III contains the important constituents of Searles Lake 
brine with the exception of carbonates and borax. The brine is satu- 
rated with NaCl and glaserite and nearly saturated with Na,SO,. So 
far as the chlorides and sulfates are concerned we are very near the 
univariant point, connecting the three fields NaCl, NasSO, and glaserite 
at 22.5° C. An examination of the diagrams shows how impracticable 
it would be to make a separation of the salts or a concentration of KCl 
in the solution by evaporation at any temperature. We are continually 
losing large quantities of potash precipitated as glaserite along with 
sodium chloride. The presence of carbonate in the brine is what renders 
concentration by evaporation possible, and this is why methods that 
begin with a CO, treatment to remove carbonate are not commercially 
practicable if the next step is to be evaporation. Yet this is the first 
thought that comes to the minds of most chemists when given such a 
liquor for commercial treatment. 


EQUILIBRIUM DATA AND DIAGRAMS 77 


System III—20° C. 


Grams per 100 Grams of Water 


Point Solid Phases 
NaCl KCl NaeSO, | K.SO, Total 
MEN AOE PRC coyeehe a inca aiellare aie stole we nnyetee ees 29.9 14.8 ; aes 44.7 
PeNAGe (NaeSOs crm cceieiaes Seisuts ainee tens 31.8 ates 11.0 sea 42.8 
SSiNaCl, KCl, glaserite ..05.35.01.3 in 28.4 15.3 3.4 ores 47.1 
28.2 7.6 1251 Se 47.9 


59 |NaCl, NasSOx,, glaserite 


System III—20° C. 


Mols per 1,000 Mols of Water 


Point Solid Phases 
NaeCle KCl. Na2SO, K,SO, Total 
MINA CTC Cle, 5 stave ache ere «We x hae oie\efolboave 46.1 17.9 oe iene 64.0 
HME SS ASIN As SO g ie creeps ensh sovehesimuncrisa eieiettae 49.0 yar 13.9 et 62.9 
SOMA RCI PIASETITG: a ats ais. oe areyae ereseeee 43.7 18.4 4.3 66.4 
59 |NaCl, Na,SOx, glaserite .............. 43.5 9.2 15.3 68.0 
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200 


System I[II—35° C. 


(Diagram 8) 


: Grams per 100 Grams of Wac-er 
Point Solid Phases 

NaCl KCl NaoSO4} KeSO,q Total 

NER SOT oer a Otiacta seco acc Scope peteors here 50.7 ‘te 50.7 
86 \(KaS Og vue oc aroun ae aiee eo ernrowehe aeclareles see Bo 14.1 14.1 
Loan | oS Be Pentre eee tec crckee is e ena O ete 39.0 oe 556 39.0 
6: | NaCl ei vec airs oe neneh oe over totter 36.3 ec ae tae 36.3 
60' |NasSOy, elaserites’: tcace stators erarererciele ois 48.8 7.9 56.7 
Gls KeS Op elaserite: sages cues ckelerenirs 6.00 tate 7.2 15.0 2268 
39) KS Og Cline. is neta gemacgeieiceresceens coe Aan 38.4 aiete ile 40.1 
G2AINAGIN ICL. Aiea sranscerece sche tokenmiererieaen neretee 29.8 18.4 ASG ooo 48.2 
Sa lINaGl.NiasS Of anaes ae ne 33.6 ae 9.2 a 42.8 
63 |Ke SOu. KC "glaserites pice cen ccrcrant 8.1 32.0 2.6 ‘ 42.7 
64 |NaCl, KCl, "glaserite ecco tecs oisiions 27.8 19.1 3.6 6 50.5 
65, |INaGl. NasSOj. glasentte acne. ee ore 29.0 9.6 10.5 . 49.1 

System III—35° C. 
(Diagram 8) 
Mols per 1,000 Mols of Water 
Point Solid Phases 

NazCle KCl NaoSO, K.SO, Total 

SHINEESION mont. ormaicasoon conv cOKonone cc Res ek 64.2 ses 64.2 
BE |MGOSON socccoo dense moosontos aocaas oor eee Ese 14.5 14.5 
SFIS Cl eee aigettrah so tare tarsal cers oconwtenaveretete RY ones eis 47.1 oii sate 47.1 
Gu INA CL ar sees cat tiseadoqet ateceteen aly olatersrerer tant 55.8 sete ote Do 55.8 
60nIINAsS Og, glaserites Fo cic sis asreteraes crore Ae Boxe 61.8 8.2 70.0 
Gl lIKeS Ox wlaserite = sane sie eerie ae aie 9.2 15.5 24.7 
39 lIKeS OF) KCl seit. noite tens oreiere cate oie erie 46.4 nite ad, 48.1 
625 NACL OI Cla ects ene eee Ree entrees 45.9 BED) ne 68.1 
SulINaCl, WNasS Orica on sconum eterno eCaaveretee 51.8 rats Nalege Suche 63.5 
63 |Key 5SOn KCl iglaserite ean ute ie 12.4 38.6 3.3 ae 54.3 
64 |NaCl, KCl, ‘glaserite SO RIO EARS ro OO 42.8 23 4.5 os 70.4 
65 |NaCl, NaoSOy,, PlASETite: Qveuseon acre wea 44.7 15 1353 69.5 


EQUILIBRIUM DATA AND DIAGRAMS 


9100 mls 
Na.Cl, 


System III - NaCl - KCl - Na,SO, - 


K,80, - 3,0 - 35° ¢. 


79 


@-Glaserite Crystallization Starting Point 


64 - End Point of Crystallization 


K280,] 100 mls 


DiacraM 8. 
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System III—S0° C. 
(Diagram 9) 


Grams per 100 Grams of Water 
Point Solid Phases 

NaCl KCl NagSO,4 | KeSOx Total 
66 NaeSO,, ECS Di ine AnGtan ac do OOGOna oss ae 47.4 9.3 56.7 
67) |Kos OG glaseniteinta.nrein leaner syste akete 8.6 Ifo 26.3 
46 (Ka SOg IREI %, 5 ccs sieve mia oicapere eccrine ere aire 42.2 soit 1.8 44.0 
6S: (NACL ING wacccmismtate tise che hem otore mato 29.1 22.0 soa ae Eyl al 
17? (NaCl, NasS Op acne cncioee ree rent 3307, aes Wes 41.0 
69 NIKoSOn ICI iglaseritte: a cricste eeicleeie aie 8.7 36.4 PASS 47.4 
70n|INAGClek Gliclascnites weer ner : 26.8 22.4 Ayal 52.3 
(fal NaCl, NavSOx, PIASETILE® 3. .eaereielereane he 29.5 ale7 9.9 F Silat 


System III—50° C. 
(Diagram 9) 


Mols per 1,000 Mols of Water 
Point Solid Phases 

NaeCle KeCly NasSO, K.SO,4 Total 
ASIN aS Outta cvenn. cic seer asa evetacersietn tere ere ieee ate 59.1 59.1 
Cae NSIS OEE Oe eins oie Meeiea RRO. ETC ence ioc weve oe 5 17.6 17.6 
PAIK) oe cemts vane Sieve wneteraie ouers ao ak renee ae Spats Bye! eats anebs Bizall 
LOBINAGT Oise steetet ortorelee acre toe ee 56.2 oo siete tats 56.2 
OGulNasSOp wplaserite: rns antec mre ace ae 60.1 9.6 69.7 
CJalios Oe claseritem acm eee canteen ae wigia 10.9 18.3 29.2 
AG: KES Ou hKiCl sities aan aehie eee ree eee Saks $1.0 Bie 1.9 $2.9 
6Sel NaCl s KGL Me ercicatee teeter 44.8 26.6 adc 71.4 
IVC INA Cie NasS Optercciate aerncn dre ene 51.9 aa 9.3 61.2 
COBIKES OMI Cleclacernitera ts eee 13.4 43.9 29 60.2 
70 |NaCl, KCl, glaserite ........ Bor 41.4 27.0 4.0 72.4 
71 |NaCl, NaoSOu, glaserite 45.4 14.1 125 72.0 


EQUILIBRIUM DATA AND DIAGRAMS 


100 mis, 
Nafcl, 


System III - NaCl - KCl - Na,S0, - 


K,S0, - H,0 - 50° C, 


100 mls 
Na,30, 


o Glaserite Crystallization Starting Point. 


70 - End Point of Crystallization. 


280, 
| 100 mls 


DIAGRAM 9. 
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System III—75° C. 
(Diagram 10) 


Grams per 100 Grams of Water 
Point Solid Phases 

NaCl KCl NaoSO, K.SO,4 Total 

23) Nida Og sun ove. citsvrotirc evar eee vorn nme ree S00 Sone 43.9 eee 43.9 
BO ees, ok eee ae sea av 20.6 20.6 
SES FECT gies douse alt ieneinctaueleieteen gaa ree sake 49.7 Sie vice 49.7 
DAL NaCl isc hevirn, crocs ot Sanne ie creer 37.8 ane ate 37.8 
72. ||'Nags Ox glaseriter, .0 oo saan ae ee 44.4 LEZ, 56.1 
AS KsS On iglaseritess ence Ene B90 Prove 8.1 21.8 29.9 
SSUKoS O's INC le aniacas acnscorettccie eee er eae j 48.5 segs 1.9 50.4 
74s INAEI ec KCl ox canes ane eno ert rae ee eae 27.8 28.9 cae 5 56.7 
207 NaCl siNasS Ops oneer eee eee 3o25) aor 6.8 42.3 
LS AWSESGON, AAO, TASS OS Aanaoncaccoons ave 7EO 42.9 3.0 53.5 
LO NaCli eK iclaserite sme meee 26.0 30.0 3.4 59.4 
iim Na ClaNiags Ogio lasertteu nti aa rtrmrtne: 28.5 16.0 8.8 oad 

System III—75° C. 
(Diagram 10) 
Mols per 1,000 Mols of Water 
Poin: Solid Phases 

NaoCle KeCle | NaeSOg} KoSO, Total 

LSI Naa SOG viv car cua chao cree ate RAIA snore ah 55.6 ey 55.6 
BOMIBES Of rjc acerca ee een Aine dave aise 21.3 Pils 
Shay SOP ance hives ie cxerat att ye aac ore eae 60.0 a make 60.0 
Ba | Nia CLS, Roveteyetsvcian cereincn isco aorta em eee 58.2 sae ne Anke 58.2 
Z2-\NasS Og, glaserites a. scence 5 Hon 56.3 12.0 68.3 
73) | Doo One claseritew. eee ie eee Bs els 10.3 22.6 32.9 
53 |K2SQ,, Disa Saveysianinteynneee caer ene ae 58.5 ‘ 2.0 60.5 
Lan Nia Cli IK CUe oat vane sek rer ae 42.8 34.9 ae os (ike 
263 NaG@l=NasS Oye. te nn ee ee 54.7 at 8.6 63.3 
Zp KES Ope KCleglasenttem-t erate tan ae Wie olay 3.8 67.2 
AG NaGlie KG slasentten ey iri inn 40.1 36.2 4.4 80.7 
77, \NaGl INaaSOynglaserite sn ne ee 43.8 19.3 Hate 74.2 
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100 mols 


System III - NaCl - X01 - Wa,S0, - 
K,80, - B,0 - 75° 6, | 


o - Glaserite Crystallization Starting Point. 


76 - End Point of Crystallization. 


F,60, 
100 émols 


DiacramM 10. 
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System III—100° C. 


Grams per 100 Grams of Water 


Point Solid Phases 
NaCl KCl NasSO, | KeSO,4 Total 
7S. NaCI Kil jon suas screen te tena ifs er) 62.5 
32 NaCl: INaaS Ol as aatetatetshatersdevsistearatereoneeey O78 mae 6.5 Glaus 43.8 
Z9 (NaCl, IKCI. elaserite® snsrcrcrs sean serew gone 36.3 3.7 ee G5ez 
SO) | NWaGh Py Nass@,  claseritemencn ari eras 29.4 19.3 hs) 58.0 


System III—100° C. 


Mols per 1,000 Mols of Water 
Point Solid Phases 


NasCle KeCly Na2SO, KySO,4 Total 


Milspenanarelfelsiais) akerehecea hecoxsrokelokenctens 42.0 42.5 ere ong 84.5 
$2 (NaGly NasSO7 Welkscac tect aie niet area teresnins 57.4 Bane 8.2 65.6 
794 |\NaGi; KCly glaserites sire. ecreeniesic 38.8 43.8 4.7 87.3 
S0Sa|NaCl Nass Of) elaserite: -ciriaemte ae 45.3 Aove P17 


80.3 


EQUILIBRIUM DATA AND DIAGRAMS 


SYSTEM IV 


85 


Sodium Chloride, Potassium Chloride, Sodium Carbonate, Potassium 
Carbonate, Water 


(Diagrams 11, 12, 13) 


System IV is another four-component system of reciprocal salt 
pairs, plotted like System III. Diagrams are given for 35°, 50° and 
75° C., and data also for 20° and 100° C. One double salt appears, 
Na,CO;.K.COs:, apparently anhydrous at 35° and above. There are 
two end points of crystallization depending on the relative initial con- 
centrations of K, and Cl. 


SysTEM Iv—20° (Or 


Grams per 100 Grams of Water 


Point Solid Phases 
NaCl KCl NasCOz | KeCOs Total 
BING Uae COL) cree oe ee een Sete ted ous tayere in yecevsne's 29.9 14.8 als Sets 44.7 
PuINAGIS NasGOs, 10HsO) ceris nae « tin eiris © 25.4 iva 19.8 ae 45.2 
BiiNaAC I IKGH  NacCOs ./ sO). evarerersiese xe su0 28.1 14.5 11.8 54.4 

System IV—20° C. 
Mols per 1,000 Mols of Water 

Point Solid Phases 
NasClp KeCly | NasCOg | KeCOs Total 
Bm PIN cl Cen neo] eetcte, sueiets etal te nel oiai'n oateUsi «ist Cole d 46.1 17.9 ete 64.0 
PaINACP ON as©Os. IME sO tecsave aleistettamie Sins 10 39.1 At O65) Soy 72.6 
Sie INaGlICl Nas€ Os-7is@) eerste cree eee 43.3 24.6 15.4 83.3 
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System [V—35° C. 
(Diagram 11) 


Grams per 100 Grams of Water 
Point Solid Phases 

Na2CO. K,COs3 NaCl KCl Total 

ZVI 2b orejave,crorereiel ote soe Mriarelo eeoeieierse le eee ale “is 39.0 39.0 
% NEG TB cr oo desi no Sic cond Pom Gon pes oO 36.3 Bcd 36.3 
62 |NaGh AK Cli scicctlan vcrseneuneg meyer credo areteteoee nee 29.8 18.4 48.2 
Ha INE Onn: C(O eis arntna Gad coca cuno an A 48.8 ae Alaa eae 48.8 
38: |KsCOg-BHeO: <idiaihacsemefols cient oreo ee Li5st we aor 1S sch 
ZH) AC Or SOY MOL OF arauuuqacaeaddcos Says 114.1 o0 ool 117.2 
9) |INasGOs 1 HsO;) NaCl xy. crime eters sar 24.8 660 23.9 OG 48.7 
ED |INERCOM MUSEO), INEMCORANSCOR soccooe 14.3 9507 0 110.0 
BO RKCOR SISO) NERC MSKOO caocoace OS 108.8 se oh 118.1 
S45 (NaChakCihNasCOsnlH-Omaeener enn 23.1 ators 16.8 16.9 56.8 
85 |NavCO3.1H2O, NasCOg. KsCOz, Clare 12.0 97.2 25 boc ber 
86 |K2CO3. $H20, NazCO3. KeCOs, REM eee Aas) 110.6 ZA 120.0 


System ITV—35° C. 
(Diagram 11) 


Mols per 1,000 Mols of Water 


Point Solid Phases 
WEOO)s || G60 || Wexciy || KEG |] maien 
Bie KiGla oe eee och eee ae ere ne wae oh 47.1 47.1 
GINA Chere, Aun veo ares eae naman ener ae ee 55.8 me 55.8 
GORIN A GIe RiCIae ae 5 hy ee wee a ae fie 45.9 22.2 68.1 
FENN EW OPAINSEL OY acini Sede Aotiernocen: 82.9 ae ee ae: 82.9 
38 K2CO2.j 1.0 BRS ee ec eatin Mt rs 150.0 Le ie 150.0 
A0NIKo COM He On KC lee eee vi ines 148.7 aed 3.7 152.4 
3) [NEWCO SIO), NACI. oon oo ac ae Oo pe 36.8 ae 73.9 
SWAINER OO INERO, INEACORNGCOM anoosor 24.2 124.6 nes be 148.8 
23) | KeCOsss HOM Na. COsIke CO mm ae 15.8 141.7 es ae 157.5 
BINAGGIO NEWCO HERO) a ooakeon oa. 39.2 cee 25.9 20.4 85.5 
85 |NasCO3.1H20, NasCOs.KeCOs, KCl ...| 20.3 126.6 3.8 ane 150.7 
86 |KsCO3.$H2O, NasCO3.KsCO3, KC] ....| 12.4 144.0 Be ae 159.7 


EQUILIBRIUM DATA AND DIAGRAMS 


F200, 
5 Na,00,.K,CO, Crystallization 
Starting Point. 
38 
K,00, 38,0 ___P9 40 84 and 8 - End Points of 
8. 
Crystallization. 
Na,CO,.K,CO,; 
System IV - NaCl ~ KCl - 
Na,CO, - K,C0; - H,0 - 4 | 100 mls 
/ 
r 
35° C. Fi 
ei 
/ 
Kel 
Na,00,.1 #0 | 
100 Na2C0, | 
mols 7 ae 100 mols 
\ 


Na,cl, 


DIAGRAM 11. 
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System IV—50° C. 
(Diagram 12) 


Grams per 100 Grams of Water 


Point Solid Phases 

Na,CO3 | K2COs3 NaCl KCl Total 
ZV oN AGW AG Gaede onottoaumeaonogobUcodd BDI S50 sere 43.1 43.1 
15) | NACI ere csc ieteiousbetas oroie onaicrechart enter terran oth one 36.5 sists 36.5 
(Sci RELOUR TOE es ao gucondopagoomacconbor vee sav 29.1 22.0 51.1 
16 Na,CO3.1H20 eiete'receherslte,i6) 61 ais) 6 Yeleys alte) alyabaialre 47.5 ee sfele eee 47.5 
ZA GOP NEO) Ghapontoooonouoonneconc : 121.2 ASS 121.2 
47, |KeCOsrs He RC i iets erestenetetaqnenetopaters avi 121.3 i 3.6 124.9 
18) | NasCOs. UH LO WINa Clerc rererieiccrsicre 20.9 cn 27.0 ois 47.9 
87 NasCOs3. 1H.0, NazCOg. KsCO3 eeeeeee 15.8 95.2 eee eee 111.0 
88 K.COs. 3H.O, NagCO3. KsCO3 seers eee 7.8 116.7 eee cee 124.5 
SO |INaCL KCl wNasGOn. Lc Ou ersten 19.4 nits 18.6 20.8 58.8 
90 |Na2CO3.1H2O, NagCO3.K2CO3, KCl ..: 12.5 97.0 3.6 mele MESS 
91 |KeCO3.#H20, NaeCO3.KeCOs, KCl .... Si) 118.2 2.8 orate 126.9 


System IV—S0° C. 
(Diagram 12) 


Mols per 1,000 Mols of Water 


Point Solid Phases 

NaeCO3 | KeCO3 | NasCle KCl Total 
BA NRGT oe siecle fave aie et alavaleiches aaieusvelstenare hens perete ai one Arete SONE S21 
DSc NAC UA cverarereerntevsnstaieve rekcieionert cerca nracerere Ss an 56.2 56.2 
68° Nah KCl on nasis oe sen otoew Aromas ake aie oe 44.8 26.6 71.4 
VGH Nas COs] ElaQ) sm crcterstatetetrrcu oe lett hana 80.6 aS ass 80.6 
45 (Ks Co, 8 Hic apiaiecnctae aierente rottaisceneeseterelete are 157.9 SOE 157.9 
47) Ke COs.#HoOs KEIR: carci cucvereireiteere ae 158.0 AS 4.3 162.3 
18: | NasCOg, LEO, NaCl sae eerenion on ete 35.5 a 41.5 77.0 
87 |NaeCO3.1H2O, NazCOzg.KeCOg ....... 26.8 124.0 ae 150.8 
88 |KeCO3.8H20, NagCOg.KeCO3 ........ 13.2 152.0 ne ae 165.2 
SoeNaACE KCl) Nas COsnt HoO) sears sentaais 32.9 one 28.6 2522 86.7 
90 Na,CO3. 1H,0, NazCO3. KoCOs, REVS 21.2 126.4 5.6 eee TSS 
91 |K,CO3.8H20, NaxCO3.KeCOs, KCl .... 10.0 153.9 4.3 168.2 


EQUILIBRIUM DATA AND DIAGRAMS 


System IV - NaCl - KCl - Na,C0, - K,00, - HO - 60° ©. 


a - NazC0,.K,00, Crystalliza- 


tion Starting Point. 


89 and 91 End Points of 


Crystallization. 


DiacRaAM 12. 
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System IV—75° C. 
(Diagram 13) 
Grams per 100 Grams of Water 

Point Solid Phases 
NavCO; | KsCOs3 NaCl KCl Total 
SAVING O. ccrasereeleieiansiaedeeeee ete Tee enn Aes tee 49.7 49.7 
BaNINAGCT \-cAisretaccre cs ncineeeacneratalvon eee ean ee mete 37.8 rere 37.8 
44. (NaCl, KGI ete tmsrccuenenn Car wtne 27.8 28.9 56.7 
25 NasC0s. all OO Meme eric Genomes ¢ oc ran 45.3 aor Ao 5610 45.3 
52 3:8 HsO: -.\5 Svisiie aac eee Seen 136.4 B00 ae 136.4 
54 Ke sCOs. SHO. KCl a. eee eee ais 134.9 Sie Bee, 140.1 
27 Na,CO3. 1H.0, NAGI eroncect nantes 16.4 ONE 30.8 ateye 47.2 
92 pe es 1H,0, NasCO3.KoCOs ....... 18.0 94.2 hee W252 
93) |KCOsssHsO, Nase On KoCOneaeeees 5.1 13355 aoe 5s 138.6 
CVIMINEXOIG INGE NER COMA NERO) we oaouscoeoe 16.1 Sale 19.4 28.6 64.1 
95 |NasCO3. 1H.0, NasCO3. KsCOs, ESC] ere 121 94.6 5.8 Alea i255 
96 |K2CO3.3 H20, NazCOg.KoCO3, KCl] .... 0.6 138.7 3.8 143.1 

System IV—75° C, 
(Diagram 13) 
Mols per 1,000 Mols of Water 

Point Solid Phases 
Na,COz K.CO3 NasClo KoCls Total 
Ob MIC.) Steins dew demon ie Ane eaee eee rei ane 60.0 60.0 
a Ne peers pits ler mata eee neane oe 58.2 os 58.2 
4 |NaCl, ee ee hoe aie Acar SE ea 42.8 34.9 77.7 
25 NaeCO3.1H.O DO MO Oe OGG Cato cic 77.0 sieve eitve eel t@ 7400 
BYES CONE ISO) Snacoacans acne soeeonanne ‘rea WeIeof : sae Weed) 
SAK C Oxae LloO eInClie ane ene aes 17527, AEC 6.3 182.0 
27 |NaeCO3. 1H20, Na@lhe. | eivetingus ose. 27.9 aye 47.4 or TENS 
92 NazCOs. 1H.0, NagCO3. K 30.6 122.6 here 153.2 
93 |KeCO3.#H20, NaeCOsz. COS: 8.6 173.9 ome nee 182.5 
94 |NaCl, KCI. Na,CO,. 1H,O 27.4 aa 29.9 34.5 91.8 
95 NasCOg. 1H:0, NasCOs.KeCOz, KCI 20.6 123.2 9.0 yets 152.8 
96 |K2CO3.%H20, NasCO3. Ky 2COz3, KCl 0.9 180.6 5.8 187.3 


EQUILIBRIUM DATA AND DIAGRAMS 


ao Na,C0,.K,00, Crystalliza- 


tion Starting Point. 


Na,C0,.%, 00; 
94 and 96 - End Points of 


Crystallization. 


System IV - NaCl - KCl - 
MNajCO, - K,C0; - B20 - 
75° C. 


Naz Clp 


DracramM 13. 
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System IV—100° C. 
Grams per 100 Grams of Water 
Point Solid Phases 
NaCl KCl NazCOz | KeCO3 Total 
7S NaGls KiGl Vy xoacttee vemiaent ter clacterts 27.3 Sore ae 62.5 
SSINaGl NasCOs dibleO crrencmertar sre: vere 8325 aan eZ, 48.7 
O7 NaC KCl Nas Onis Olea Bore 15 e2, ie 18.0 68.4 
System IV—100° C. 
Mols per 1,000 Mols of Waiter 
Point Solid Phases ; 
NaoCle KeCle | NasCO3 | KeCOs Total 
TSINAGI, IK Gl o eicte eo tamercuategen taptoieear eters stots 42.0 42.5 ae 84.5 
30> |INaChe Nas GOs, MesOn ag canons eeioete 51.6 Ae 25.8 77.4 
97 NaCl KCly Nas Os WsO) wanarcerciay 54.2 18.4 eve PRS 96.1 


EQUILIBRIUM DATA AND DIAGRAMS 93 


SYSTEM V 


Sodium Sulfate, Potassium Sulfate, Sodium Carbonate, Potassium 
Carbonate, Water 


(Diagrams 14, 15, 16) 


This is another four-component system with reciprocal salt pairs. 
In these diagrams we see for the first time the relation of glaserite 
and burkeite fields to each other, and the importance of an excess of 
sodium carbonate if we are to facilitate the precipitation of burkeite 
and keep the potash in solution. We also see that for a given excess of 
sodium carbonate a higher evaporating temperature enables us to stay 
longer in the burkeite field and reach a higher concentration of potash 
in solution. And finally we see something of the effect of solar evapora- 
tion. If in Diagram 14 we start with a solution of composition repre- 
sented by point 100 and evaporate seven-eighths of the water we arrive 
at about point 102 by precipitating both burkeite and glaserite con- 
tinuously. At this point about 85 per cent of the potash will be in a 
salt mixture in the ratio of about 1 mol potassium sulfate to 10 of 
sodium carbonate and sodium sulfate (just about the same proportion 
that we started with in the original solution) and the rest of the potash 
is in a solution which we have concentrated only from 7 mols to 10 mols 
K,SO, per thousand of water. We would make no real progress toward 
concentration and separation that way. 
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System V—35°C. 
(Diagram 14) 


Grams per 100 Grams of Water 

Point Solid Phases 
NaeCO3 | KeCOg | Na2zSO, | KeSO, Total 
Sii|INAaS Ou as. tices ccatoueoucaeee mavtuerey ener evar stepetaverse nner tke Aes 50.7 Axcio 50.7 
Ou KisS On meses sain ete eS ae ce orenerae Ae ne pares 14.1 14.1 
2) NaxCOs. Eis O 5 Avie ants veia eoresterdtreterstere 48.8 AiG UGE Qt 48.8 
OS. KsCOs SEGO™ ci soc aatece atte chaepiror ante SES 1¥5.1 ere aieve 115.1 
60 |Na2SOu, glaserite IE er OG oer he Rae 48.8 7.9 56.7 
61 |IKeSOre glaserite aor. cr etouerkneyeten tereanekereraross ae Rees Hise 15.0 O22) 
82 |NacCO3.1H2O, NazCO3.KeCOg ........ 14.3 OS a7, Prete seas 110.0 
83 |KeCOs.3H20, NagCOs.KeCOg .......-- 9.3 108.8 ee ee 118.1 
Cal NA COR PISO. UCCOY bE noctenoenoccco no a AT2ES wer race ee 
10 |NasCOz.1H2O, burkeite 45.8 as 6.9 0 yy/ 
IiNass Of, “burkeites era sase eee tha ie 18.5 7 34.3 52.8 
98 |NagCO3.1H2O, NasCO3. K2CO3, KeSOq.. 14.1 96.1 Trace 110.2 
99 KeCOs. 3H.O, NagCOg. K2COs, K.SO, ete 9.1 108.9 Trace ele te 118.0 
100 |NasSOxq, burkeite, glaserite ............ 17.0 ae 31.8 6.9 // 
101 |NasCOg.1HsO, KeSQOxg, glaserite ....... Bell APJ 0.8 " 65.6 
102 |NagCO3.1H2O, burkeite, glaserite ...... 40.5 7.8 8.4 56.7 

System V—35° C. 
(Diagram 14) 
Mols per 1,000 Mols of Water 

Point Solid Phases 
NaeCOz | KeCOg | NasSO4 | KeSOx, Total 
SN INaas Oia: F stenace vic sie piesafemnate evens cote e eras see ae 64.2 Sere 64.2 
SGN KS Og cise mein aici eaeune eR Ee ain eck nies 14.5 14.5 
7. | Nas€O3s,..1 sO oe cars eavsrtecsn tues ctobere a 82.9 pects aera are 82.9 
EER IGN OO He OM AR eon aU toes, oie oo dos os Bot 150.0 bee ee 150.0 
60\ |NasSOg ‘glaserite: 2c... 2001coree epee mene ete 61.8 8.2 70.0 
Glo | KES On colaseritene see onia ean oes oie 9.2 L533 24.7 
82 |NasCOs. PHO; NasCOzsKsCOm aac 24.2 124.6 ae Bers 148.8 
83) | KoCOs.3H5O; NasCOgnKoCOsn a.ek ccs 15.8 141.7 ates Ba 157.5 
SAK COs FLO oS Om ee meen eer 146.5 nee Trace 146.5 
LO NasCOz wiHsO burkerten sneer eeetere. 77.8 8.7 sin 86.5 
idiNas SOpebunkeitemm ccc sae mice eae 33 43.5 wee 74.8 
98 |NapCO3.1H20O, NasCOz.K2CO3, KeSO4.. 24.0 125.2 Trace sche 149.2 
99 |KsCOs. $H20, *NasCOg. COs kos Oe 15.4 141.8 Trace At 15722 
100 |NasSOx, burkeite, glaseritee Gace Gaees 28.8 ane 40.3 Ip P 76.3 
101 |Na,CO3.1H.O, Ko 2504, glaserite ....... 54.5 42.6 1.0 a 98.1 
102 |NasCOsz. 1H,0, burkeite, glaserite ...... 68.8 10.1 10.7 wets 89.6 


EQUILIBRIUM DATA AND DIAGRAMS 


System V - Na,S0, - K,S0, - Na,00, - K,00, + HO - 35° C. 
E_C0, 


fa,S0,.3 K,80, 
° Na,CO,.K,CO, - Crystalliza- 


tion Starting Point. 

Na,CO,.2-Na,S0,, —— o Burkeite - Crystallization 
Starting Point. 

Mm Glaaerite Crystallization 
Starting Point 


60 99 = End Point of Crystallization. 


DracramM 14, 


0% INDUSTRIAL DEVELOPMENT OF SEARLES LAKE BRINES 
System V—S50° C. 
(Diagram 15) 
Grams per 100 Grams of Wa‘er 

Point Solid Phases 
NasCO3 | KsCOs | NasSO, K.SO, Total 
V4 |NiasSOg cco cs aha ore Or etne opine chareetertetereners Bane oe 46.6 ndiee 46.6 
AS RGSS Og notes ott eteegetroree se oliekehenen tenet renege ofa aes aie tel Lat 
WaMlINE OO Pen sO) Age aonocenoasnoaecaluoc 47.5 Sige ane as 47.5 
45) | Ko COg. FeO) sore a srtage sence set oreneterers ene 120.2 Bibi Sh 121.2 
66 \NasSOy glaserite aaa. weenie reer css aie 47.4 9.3 56.7 
67 |KeSO,. erit uate aie 8.6 77 26.3 
87 |NaeCOz.1H2' 2 : 503 15.8 95.2 eee: ee 111.0 
gg |KsCO3.3H20, NasCOs3. CO, hard deniers 7.8 116.7 sen wee 124.5 
43 |KeCOs 3HcOl KeS OP ee. ook nom wean pee 121.2 mae Trace 121.2 
19 |NasCO3.JHcO; iburkeite: 2.0. cs. 44.4 nae 6.3 nee SORIA 
20 |NaoSOx4, A ATCC LUE oats castes oes 12.6 Ad 36.7 49.3 
103 |NasCO3.1H,O, NagCOs. K2COs, FOSOme 1552 95.2 Trace 110.4 
104 |Ky COs.8 HO. Nas ACOVS: KeCOs, KeSO, .. 7.2 117.2 Trace 124.4 
105 NasSOy, burkeite, @laSeKIte: comics -iertte 6.8 6.9 43.1 56.8 
106 |NaeCO3.1H.O, K»SO,, glaserite ....... 29.9 38.1 Pal 69.1 
107 |NasCO3.1H2O, burkeite, glaserite ...... 38.0 10.3 8.7 57.0 

System V—S50° C. 
(Diagram 15) 
Mols per 1,000 Mols of Water 

Point Solid Phases 
NasCO, | KeCO3 | NasSO, K,SO, Total 
14 |NacSOg «0-0 eee eee eee eee eee eee 59.1 aes 59.1 
43 |KeSOg . 1. eee cee e eee eee tenes ee sie ahi 17.6 17.6 
16 NagCO;.1H20 Baars wretes tiers, a ae nene 80.6 ne Lae eat 80.6 
ZTE SOOM SIO) oando cobs bane oeoggoCd She 157.9 aie tae 157.9 
66 NaSOu, glaserite SS ISe ERE aie eee Sea atl 60.1 9.6 69.7 
67, |Kes Og uglaseritel: onset eae tee as Se 10.9 18.3 29.2 
87 eee: 1H.0, NasGO3.KoCOs ....<065 26.8 124.0 mts ak 150.8 
68 |KeCO;. 3H20, NasC Os. Ws COneneen cetiees 13.2 152.0 Ae ‘ie 165.2 
AST IRECOs FeO RS On tena nae Aen 157.9 Ss Trace 157.9 
19 |NasCOs3. 111.0, huckeitesen eee ee 75.4 abet 8.0 a 83.4 
AQ |NasS Os IDULKGIte meme scents sterencre ten eens 21.4 Eats 46.5 67.9 
103 Na,CO3. 1H,0, NaeCO3. K.,COs, KeSO,4. . 25.8 123.9 Trace 149.7 
104 |K2COz.3H20, NasCO3.K2COz, K2SO, .. 1253 152.6 Trace 164.9 
105 |NaeSOu, burkeite, glaserite ............ 11.6 9.0 54.6 Tee 
106 |NasCO3.1H2O, KeSOu,, giaserite ...... 50.8 49.6 1.5 101.9 
107 |NasCOz.1H2O, burkeite, glaserite ...... 64.6 13.4 Diet 89.1 


EQUILIBRIUM DATA AND DIAGRAMS 


System V - Na,S0, - K,80, - Na,00, - K,CO, - H,0 - 50° C. 


FCO, 


45 
K,00,.5H,0 oe 
8 ii 104 


© -~ Na,C0,.K,CO0, - Crystalliza- 


tion Starting Point. 


@ - Burkeite Crystallization 
Starting Point. 

uo - Glaserite Crystallization 
Starting Point. 

104 and 105 = End Points of 


Na,CO,.1 H,0 Crystallization. 


K,S0, ___109 


mls 


DracramM 15. 
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SysTEM 


V—75° C. 


(Diagram 16) 


oS eee 


Grams per 100 Grams of Water 


Point Solid Phases Se oe 

NasCO3 Ke.COs3 NazSO4 K.SO4 Total 

D3 |NagS Og ae cieteetealaialaneh evel 0a avete sta.cteletosalenats sane eave 43.9 ee 43.9 
EB Qu ig S Olan alaveterale cele cygteteorererereie oimteetororeyeharels ae Rao aia 20.6 20.6 
VAS INET COR USEOY Boroasnonnocoondsoccded 45.3 ein eats woo 45.3 
LOOPS OM Rona aucabecodasoundnEnce sies 136.4 ere afte 136.4 
ee NasSOx, glaserite «1.0... esses eee eens Jers 208 44.4 TART, 56.1 
7B NaS Oss S aSenit gee ioteicvelelota ce iatelelerieiere teres ates peas 8.1 21.8 29.9 
92 |Na,.COg.1H.O, NagCQ3.KeCO3 ......- 18.0 94.2 ans Ae 112:2 
93 K.CO3. 3H.O, NaeCOg. K.CO3 eee ee eee Set (ERS oe eee 138.6 
55 |KoCOg. HO, KGS Opi ecn kets eiccicterensiele Wye 135.8 sis Trace 135.8 
28 |\NasCOs. 1HsO, ‘burkeite so occ ewe an 42.9 npc! 5.4 ee 48.3 
29 |NaeSOx, biurkeitets oheck ae ees 7.9 Bee 39.0 46.9 
108 NaeCO3. 1H,0, Na2COs. K.COs, K.SO4.. 17.1 93.0 Trace 110.1 
109 |K,COs.%H2O, NasCOg.KeCOs, K2SO, .. 4.8 133.5 Trace aan 138.3 
110 |NasSOu, burkeite, glaserite ............ 8.2 wats 37.6 11.6 57.4 
111 |Na,CO3.1H.2O, KeSOx, glaserite ..1.... 28.0 42.9 1.8 5 ERO 
112 Na,CO3.1H.0, burkeite, glaserite ...... 34.1 16.0 8.2 58.3 

System V—75° C, 
(Diagram 16) 
Mols per 1,000 Mols of Water 
Point Solid Phases 

NazCO3 K.COg NaSO4 K2SO,4 Total 

23 |NagSOg ... cece eee eee e ee eee cee eeees aiehe One 55.6 a 55.6 
SO Ka Olguic acc. aeterevareve crore alate eioketoieiteere erst wee Bown mate Bales) DAES 
OB lINasC Osa His O meter rcietepelets cistelststoketereiereiars 77.0 stows Ane Arn 77.0 
52 |KeCOg. 3HoO .. seer eesv creer cece oes WAZ 7, fers etc We 
72 |NaeSOu, glaserite ...............0005- Api ere 56.3 12.0 68.3 
73 gn Os piglasemtltei. caicienete cielecekereiersnerereters ne eile 10.3 22.6 32.9 
92 |Na2COg.1H2O, NaeCOg.KeCOg ....... 30.6 122.6 Boo Nee 153.2 
93 |KeCOs.3H2O, NagCO3. K2COz 8.6 173.9 ane ve 182.5 
55 |K2COs.$H20, KeSO, .....- Hod 176.9 are Trace 176.9 
28 |NasCOs.1H.2O, burkeite ......... 72.8 wes 6.8 ae 79.6 
DOONasS Ogmibitckeit eure certs aie cite et 13.4 are 49.4 62.8 
108 NaeCOsg. 1H,0, NasCOs. K.COsz, K.SOx4. . 29.0 12052 Trace 150.2 
109 K,COs. $H.0, NaeCOs. K.COs, K.SO,4 e 8.2 173.8 Trace ose 182.0 
110 |NaeSOxq, burkeite gieeere ay a/drealerelee cre s 13.9 Sean 47.6 11.9 73.4 
111 |NasCO3.1H2O, KeSOu, glaserite ....... 47.5 55.9 Pay 105.6 
112 |Na,CO3.1H.O, burkeite, glaserite ...... 58.0 20.8 10.3 89.1 


EQUILIBRIUM DATA AND DIAGRAMS 


System V - Na,SO, = R80, = 
Na2CO, - K,CO, - HAO - 75° ¢, 
Na2C0,.K,C0; 


© Na2C0,.K00, - Crystallization 


Starting Point. 
B® Burkeite - Crystallization 
Starting Point. 
NazC0;.1 #50 


m «©. Glaserite - Crystallization 


Starting Point 
109 and 110 - Ind Points 


of Crystallization 


100 Na,CO. 
mols 2 


Na2S0,.3 K,S0, 


Na2CO,.2 NaS, 


Na, SO, 
‘ 


D1racramM 16. 
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SYSTEM VI 


Sodium Chloride, Potassium Chloride, Sodium Sulfate, Potassium 
Sulfate, Sodium Carbonate, Potassium Carbonate, Water 


(Diagrams 17, .13)19%207 2 22523524) 


We come now to a five-component system, having already examined 
the five four-component systems which form its boundaries. We have 
seen that a two-component system of one salt and water may be rep- 
resented at a given temperature by a single straight line, a three- 
component one by a plane surface containing and bounded by two 
two-component lines, a four-component one by a solid bounded by three 
or four three-component surfaces. By analogy we should expect to 
represent this five-component system by a figure in the fourth dimen- 
sion containing and bounded by the five four-component solid systems 
previously discussed. 

There are several serious objections to diagramming in and making 
deductions from figures in space of four and more dimensions, among 
which it is sufficient in this case to mention the mental deficiency of the 
writer, and probably of some of the readers. The difficulty, however, 
is only in the representation of the data, not in their determination. We 
can still obtain the analytical compositions of solutions at any uni- 
variant point and along all divariant lines, but at a univariant point in a 
five-component system containing water there are present four solid 
phases, and along a divariant line there are present three solid phases, 
and an area bounded by divariant lines now represents complete satura- 
tion with two solid phases. If we select only those parts of this five- 
component system that are completely saturated with one component, 
for example NaCl, we may represent the relationships to advantage in 
three dimension space with diagrams of the same type that we have 
been using. Diagram 17 shows that ,art of the system at 20° C. that is 
completely saturated with NaCl. Point 57 on this diagram represents 
17.9 mols K.Cl., 46.1 mols Na,Cl, and 1000 mols water, but only the 
KCl, is plotted. Univariant point 114 represents equilibrium with four 
solid phases, KCl, Na,CO;.7H.O, glaserite and NaCl, of which only 
the first three are represented. This type of diagram has been exceed- 
ingly valuable in interpreting data because the simple limitation we have 
fixed, complete saturation with NaCl, is a very usual one in our plant 
practice. 


EQUILIBRIUM DATA AND DIAGRAMS 101 


Diagram 17 is interesting too because it so closely approximates the 
equilibrium conditions of Searles Lake brine as a whole. The tempera- 
ture 20S (21s only 2.5° below the usual lake brine temperature, and 
the components given represent nearly 95 per cent of the total solids in 
the brine. In fact all of the important constituents are here excepting 
borax (and metaborate) and bicarbonate. The divariant line from point 
289 to point 290 represents equilibrium with NaCl, glaserite and 
hanksite, all of which are solid phases in the lake, and the small triangle 
approximately on that line near point 289 represents the composition 
of Searles Lake brine so far as this five-component system is concerned, 
in equilibrium with the three solid phases and nearly saturated 
with Na.SQO,. 

If we connect points 288, 289 and 290, the enclosed field represents 
saturation with NaCl and hanksite. This is the stable equilibrium. It 
was reached in the laboratory and the limits of the field determined 
only after many attempts. In ordinary practice this equilibrium is never 
reached, but its place is taken by the metastable equilibrium indicated 
by point 113 and the dotted lines. At point 113 solution is in metastable’ 
equilibrium with glaserite, burkeite, Na,SO, and NaCl. 

Diagrams 18, 20, 22 and 24 show the system saturated with NaCl 
at 35°, 50°, 75° and 100° C. respectively. From a practical point of 
view our object is to concentrate the brine in such a way as to reach 
a high percentage of KCl in solution without losing arly potassium salt 
on the way. Particularly we wish to avoid preciptation of glaserite. 
Diagram 17 indicates that evaporation at 20° C. would follow the 
divariant line from the triangle to point 290 precipitating hanksite, 
glaserite and NaCl, then to point 115 precipitating burkeite, glaserite 
and NaCl, then to point 114 precipitating Na,CO,.7H.O, glaserite and 
NaCl, after which no increase in KCI concentration could be obtained. 
At 35° we would reach the burkeite field and could precipitate consid- 
erable amounts of NaCl and burkeite before reaching the glaserite field 
on the line between points 116 and 118. At 50° and 75° conditions are 
still more favorable. It becomes apparent that our aim in concentration 
should be to approach as near as possible to the KCI field without touch- 
ing the glaserite field en route. So far as these diagrams now under 
consideration are concerned this is best accomplished at 100° in Diagram 
24 where we would precipitate burkeite and NaCl across the whole 
field aiming at point 137 or 138, and having always enough Na.CO, 
present to prevent touching the glaserite field in transit along the line 
between points 136 and 138. We thus theoretically evaporate four-fifths 
of the water, multiply the potash concentration by 5, precipitate most 
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of the other salts and lose no potash in the precipitated salts— 
theoretically. 

Diagrams 19, 21, 23 represent a portion of the five-component system 
at 35°, 50°, and 75° C., all points saturated with KCl. These diagrams 
and others not published indicate of course what will happen when we 
cool our concentrated solution in order to precipitate and recover the 
KCl. They also indicate, if one needs the indication, the difficulty of 
recovering potassium carbonate by evaporation from materials we have 
available. 

These eight diagrams naturally give a very incomplete picture of 
the five-component system. They cover only a small part of it at a 
very few temperatures, but we have no more to offer now. 


System VI—20° C. 
(Diagram 17) 


Grams per 100 Grams of Water 


Point Solid Phases a a ae cc Tani 
NaCl KCl Na2SO, K.SO,4 NazgCO3 K,.CO3 Total 
*113 | NaCl, Na2SO,, burkeite, glaserite....] 30.2 eid LV Zh 6.5 | 50.9 
114 |NaCl, KCl, NaeCO3.7H2O, glaserite..| 26.8 oar, PAY) 14.2 12.2 | 55.9 
115 |NaCl, Na2CO3.7H,O, burkeite, glaserite] 25.2 5.8 15.8 8.1 | 54.9 
288 |NaCl, Na2SO,4, burkeite, hanksite ....] 27.6 aa 10.6 fea 1.3 | 46.6 
289 |NaCl, NasSOq, hanksite, glaserite ....] 26.3 7.0 11.9 3.3 48.5 
290 |NaCl, burkeite, hanksite, glaserite ....] 26.0 atees 6.6 13.6 8.0 | 54.2 


* Metastable point. 


System VI—20° C. 
(Diagram 17) 


Mols per 1,000 Mols of Water 


Point Solid Phases Say ST (SESE EAEEEESEEDENT (ERENT (Reena lemme: 
| NaeCl. K.Cl, Na2SO, K.SO,4 NazCO3 K,CO3 Total 
*113 |NaCl, NaeSO,, burkeite, glaserite....| 46.6 | ... 14.8 Sere 4.2 bP | rf ea | 
114 |NaCl, KCl, NasCO3.7H2O, glaserite..| 41.2 | 1.. | 3.4 24.2 | 15.9 | 84.7 
115 |NaCl, NazCOs.7H,0, burkeite, glaserite] 38.9 aon 7.4 26.8 10.6 | 83.7 
288 |NaCl, Na2SOQu, burkeite, hanksite ....] 42.5 ae 13.4 12.0 1.7 | 69.6 
289 |NaCl, NasSOx, hanksite, glaserite ....| 40.5 | 8.4 15.1 Ded 69.7 
290 |NaCl, burkeite, hanksite, glaserite ....| 40.1 aes 8.4 23.1 10.4 | 82.0 


* Metastable point. 


EQUILIBRIUM DATA AND DIAGRAMS 


SYSTEM V1; NaCl - KCl ~“Na,S0, - K,80, - Na,C0, - K,C0, - H,0; 20°C. 


All Points Saturated with NaCl, 


? mols 


Fa, C0, .10H,0 


KCl. 2NapCO,. 9Na,S0, 
Na,80, 


K,01, 


100 mls 


© - Burkeite Crystallization Starting Point 
o - Glaserite Crystallization Starting Point 
° Hanksite Crystallization Starting Point 
114 - End Point of Crystallization 

Approximate -Point for Searles Lake Brine 


a= 


D1acRAmM 17. 
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System VI - NaCl - KCl - NajS0, - K,S0, - Na,C0, - K,00, - H,0 - 35° ¢, 


100s 


Na,C0, 


All Points Saturated 


with NaCl. 


Na2C0,.1 #0 


Na280,.3 K,S0, 


3 - Burkeite Crystallizetion Starting Point 
W - Glaserite Crystallization Starting Point 


117 - End Point of Crystallization. 


7100 mls 
Dracram 18, 
System VI—35° C, 
(Digrams 18 and 19) 
Grams per 100 Grams of Water 
Point Solid Phases 
NaCl | KCl |Na,SO,|KoSO, NaeCOs| K.COQ; | Total 
116 |NaCl, NaoSO,, burkeite, glaserife .... 31.0 320) |» LOE! ae 5.4 | 50.4 
117 |NaCl KCl, NasCO3.1H.O, glaserite...} 29.5 Sots 2.8 10.2 16.3 | 58.8 
118 |NaCl, NasCO;.1H20, burkeite, glaserite] 28.8 ae Seo Say 12.8 13.7 125826 
119 |KCl, KeSOu, NasCO3.1H,0, glaserite. ree 12.9 ae 0.9 30.6 23.7 | 68.1 
120 |KCl, KsSO,4, NasCO3.1H.0, 
Na:CO3.K2CO;| ... 2.9) ree Leracel|e 45 94.6 |112.0 
121 |KCl, K.SO,4, K2COs. $H.0, 
Nas€O3.KsCOs| i ee wRee Trace | 107.8 |119.6 


EQUILIBRIUM DATA AND DIAGRAMS 


Systom VI - N - > 
jaCl - KCl - Na,S0, - K.S0, - Na,C0, - K,00, - H,0 - 35° C. 


OO mols 


All Points Saturated 


with KCl, 


R280, 100 


mola 


fo) Na,CO, KO, Crystallization Starting Point. 
g Glaserite Crystallization Starting Point. 


117 - 121 End Points of Crystallization. 


D1aGRAM 19. 


System VI—35° C. 


(Diagrams 18 and 19) 
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Mols per 1,000 Mols of Water 


Point Solid Phases 
NavCl» | KeCls| NasSO,] KuSO, |NagCO;|K2CO; | Tot: 
116 |NaCl, Na2SOu, burkeite, glaseri.e ....| 47.7 4.3 We HAWN 
117 |NaCl KCl, Na2,CO;.1H20, glaserite... 45.4 er BD) 17.4 PPM) (Sil 
118 |NaCl, NasCO3.1H20, burkeite glaserite) 44.3 coe 4.2 act Dhed 17.9 | 88 
119 |KCl, K:SOy, Na,CO;.1H.O, glaserite. wee 15.6 sore 0.9 52.0 30.9 | 99 
120 |KCl, KoSO., NazCO3.1H20, | 
Na CO;.KeCOs anes oie f Trace | 24.6 120820 bu 
121 |KCl, K2SOs, K2CO 3.3 H2O, ne 


Na,CO;.K,COz} ... 3.3 Pere lace) meloz. 140.4 
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System VI - NaCl - KCl - Na,SO, - K,S0, - Na,C0, - K,C0, - H,0 - 50° ¢, 


100} m 1s 


Na,CO, 


with NaCl. 


18 
2 
Na200,.1 va 


HS 


2 


100 __,0, ZA 
mols 


123 - End Point of Crystallization 


Dracram 20. 


System VI—50° C. 
(Diagrams 20 and 21) 


SS ee 


All Points Saturated 


22 - Burkeite Crystallization Starting Point. 


mM - Glaserite Crystallization Starting Point. 


Grams per 100 Grams of Water 
Point Solid Phases TT 
NaCl | KCI |Na2SO,|K,SO,4|NasCO; K2COxz| Total 


SS Ss ea | ema Ea 
122 |NaCl, NaeSOy, burkeite, glaserite ..., 30.8 7h 9.7 
123 |NaCl, KCl, NasCO3.1H» , burkeite 34.0 3.0 
124 |NaCl, KCl, burkeite, glaserite ....... 34.7 3.0 
125 |KCl, KoSO4, NaeCOg. 1H20, glaserite. . 16.6 1.2 


Na2CO3z. K2CO3 eee 4.6 eee Trace 


Na2CO3.K.COs| ... SHOU GG Trace 
128 |KCl, Na2CO3.1H20, burkeite, glaserite] 18.3 19.4] . 3.0 


4.1] 51.7 
19.5] 60.8 
20.2} 60.9 
25.6 | 71.0 
92.6 |113.0 

114.8 |126.9 


«+. | 60.3 


ve 6 
Se | 


EQUILIBRIUM DATA AND DIAGRAMS 


Syst = = 
ystom VI - NaCl - KCl - Ne,SO, - K,80, - Na,C0, - KyC0, - AZO - 50° 
00, 3 . 


qmols All Pointo Saturated 


with KCl. 


K,50, paaeey ts 0 
x mols 
@ Na,CO,.K,CO, Crystallization Starting 
Point. 
@ Burkeite Crystallization Starting Point | 
a 
yO «Glaserite Crystallization Starting Point. 


123 and 127 - End Points of Crystallization. 


DIAGRAM 21, 


System VI—50° C. 
(Diagrams 20 and 21) 
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Mols per 1,000 Mols of Water 


Point Solid Phases 

NaeCle K.Cls NaoSQ, KeSO4 NazCOzg K,COz Total 
122 |NaCl, NaoSOx, burkeite, glaserite ....| 47.5 8.50 l223 ond sare by) eK 
123 |NaCl, KCl, NasCO3.1H2O, burkeite ..| 52.3 tate 3.8 oe Wes 25.4] 88.8 
124 |NaCl, KCl, burkeite, glaserite ....... 53.4 ao 3.8 en 5.0 26.3 | 88.5 
125 |KCl, K2SOu, NasCO3.1H20, glaserite. . Ben |p20.0) sae 1:2 46.9 33.3 | 101.4 

126 KCl, K2SO,, Na,CO;.1H20, 
NasCOg.K2CO3| ... 5.6 Bos Trace| 26.9 | 120.7 | 153.2 

127 |KCl, KeSO.u, KeCOzs.$H20, 
NaeCOg.KeCOz] ... 4.3 tee Trace| 14.5 149.5 | 168.3 
128 |KCl, NasCO3.1H2O, burkeite, glaserite] 28.2 | 23.4 apes Ball 3008 5h |t ets 


ne eS eS eee 
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System VI - lisCl ~ KCl - Na,SO, - K,80, - Na,C0, - K,C0, - H,0 - 75° C. 


All Points Saturated 


with Nacl 


Na,00,.1 


100 _K,C0, _100 
mols a Tole 


Na,80,.3 K,S0, 


® - Burkeite Crystallization Starting Poin' 
nm - Glaserite Crystallization Starting Poin. 


130 - End Point of Crystallization. 


DracramM 22. 


System VI—75° C. 
(Diagrams 22 and 23) 


Grams per 100 Grams of Water 
Point Solid Phases a 
NaC} | KC! |NasSO,/K2SO, |NasCOs|KsoCO;| Total 
129 |NaCl, Na,SO,4, burkeite, glaserite ....} 30.0 13.2 9.2 2.0 | 54.4 
130 |NaCl, KCl, NasCOg.1H2O, burkeite ..| 35.4 67. 2.4 20.6] 65.1 
131 |NaCl, KCl, burkeite, giaserite ....... JA 13.8 35 one ae 14.0] 63.5 
132 |KCI, K,SOy, NasCO;.1H.20, glaserite. . me PEAS SN se 1.9 2570 26.7 | 76.7 
133 |KCl, Ke2SOy, NasCO3.1H.O, 
NasCO3. KsCOx 7.4 Trace] 16.7 87.9 |112.0 
134 |KCl, KeSOy, KeCO3.3H.O, 
NaeCO3.KsCO,] ... 4.9 Trace S385) 133.3 |141.7 
135 |KCl, NayCO;.1H2O, burkeite, glaserite] 14.3 | 28.6 cha) 19,4 sree ip ones 


EQUILIBRIUM DATA AND DIAGRAMS 


System VI - NaCl - KCl - Na2SO, - KjS80, - Na,00, - R200, - B,0 - 75° ¢, 


Na,003.K,CO, 


All Points Saturated 


with KCl. 


NazC0,.1 F20 


K,80, 100 
mois 
© Na200,.K,C0, Crystallization 
Starting Point. 


© - Burkeite Crystallization Starting 
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Point 
NaCl uy - Glaserite Crystallization Starting Point. 
Ui As 130 - 134 End Points of Crystallization. 
a 
Dracram 23. 
System VI—75° C. 
(Diagrams 22 and 23) 
Mols per 1,000 Mols of Water 
Poin: Solid Phases 
NaeCly | KeCly NasSO,4|KoSO, |Na2COz K.CO;;| Total 
129 |NaCl, NasSO,, burkeite, glaserite ....| 46.2 | 15.9 Ay 2.6 76.4 
130 |NaCl. KCl, NasCO.1H20, burkeite .-| 54.5 | 81] 3.1 26.9| 92.6 
131 |NaCl, KCl, burkeite, glaserite ....... 49.5 | 16.7 4.5 ots Sah 18.2 88.9 
132 |KCl, K2SO,4, NasCOz.1H20, glaserite.. Price « hehe es 2.0 42.9 34.8 | 107.2 
2804, NaeCO3.1H2O, : 
ee a NagCOy.KsCO, 8.9 Trace} 28.3 | 114.£ | 151.7 
KsSOu, KeCO3.3H20, _ 2 
ee eS Re Comical, ailiise | oe. aires” 90" 478-6 Hae 
135 |KCl, NagCOg.1H2O, burkeite, glaserite} 22.0 | 34.5 3.6 33.0 pat 93.1 
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System VI—100° C. 


(Diagram 24) 
. Grams per 100 Grams of Water 
Point Solid Phases 
NaCl KCl NaeSO, KeSO4 NazCOg K,COs3 Total 
136 |NaCl, NagSOu, burkeite, glaserite ....] 30.2 | 17.8] 8.9 meee SA 1.3 | 58.2 
137 |NaCl, KCl, NasCO3.1H20, burkeite 8329 N15.9 2.5 ate Scin 17.9 | 70.2 
138 |NaCl, KCl, burkeite, glaserite ....... Bl Om e26ud Si7/ 9.6 | 70.4 
System VI—100° C. 
(Diagram 24) 
Mols per 1,000 Mols of Water 
Point Solid Phases 
NaeCle K2Cl, NavSO,4 K.SO4 NazCO3 K.CO3 Total 
136 |NaCl, NagSOu, burkeite, glaserite ....| 46.5 | 21.4 | 11.3 Aas Site 1.7 | 80.9 
137 |NaCl, KCl, Na2CO3.1H20, burkeite 52.26 972 3.1 Bina Biers 23.3 | 97.8 
138 |NaCl, KCl, burkeite, glaserite ....... 47 7 Sle 4.7 ates eens 12.5 | 96.4 
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System VI - NaCl - KCl - Na2S0, - K,S0, - Na,00, - K,CO, - H,0 - 100° ¢, 


1007mols 
NazCO, 


All Points Saturated 


with NaCl 


9 - Burkeite Crystallization Starting Point. 
AS m - Glaserite Crystallization Starting Point. 
GS 


137 - End Point of Crystallization, 


DIAGRAM 24, 


112 INDUSTRIAL DEVELOPMENT OF SEARLES LAKE BRINES 


SYSTEM VII * 


Sodium Chloride, Sodium Carbonate, Sodium Metaborate, Water 
(Diagram 25) 


This is the first of the five four-component systems which must be 
examined in studying the five-component system water and the chloride, 
carbonate, bicarbonate, borate and metaborate of sodium. The diagrams 
are all for 35° C. or less. At high temperatures NaHCO; is not stable 
in solution, but in any case our chief interest centered in the lower 
temperature range. The possibility of the existence of other hydrates 
besides those given in the diagrams is not entirely excluded. No others 
were found but no special search was made for them. 

Diagram 25 represents water and the chloride, carbonate and meta- 
borate of sodium at 35° C., four components. The fields for NaCl, 
Na,CO;.1H2O, and Na,B,O,.8H.O, present no unusual features, 
except the tendency of metaborate to form supersaturated solutions, 
and its sluggishness in crystallizing. But the fourth field represents an 
entirely new double salt, Na,B,O,.2NaCl.4H,0O, stable in contact with 
mixed solution of chloride and metaborate, with or without carbonate, 
over a very wide range of concentrations. Both chloride and metaborate 
are present in Searles Lake brine, and in fact this double salt would 
appear in large quantity if the brine ever reached the end point of 
crystallization. In plant mother liquors the metaborate naturally reaches 
a much higher concentration than it has in lake brine, and at points 
140 or 143 in Diagram 25 only 5 or 6 per cent metaborate is necessary 
to cause precipitation of the double salt. Hence the necessity of a 
knowledge of its activities is apparent. Whether the end point of crystal- 
lization shall be point 143 or point 144 depends of course on the relative 
initial concentrations of chloride and metaborate. 


System VII—35° C. 
(Diagram 25) 


Grams per 100 Grams of Water 
Point Solid Phases _ 

NaCl NavCOz | NasBsO,| Total 

(Tal NENG leerre eS ae eR TOGO ae Minami 84 SO 36.3 aes ayele 36.3 

Zw) Naz COgel Hs© . chi.ciecs rote nae eee bs 49.2 4 49.2 
139 -|/NaeBoOc SHisOn faves asm yates nee nena een ene ie aves RoH// 3507, 
OiNaGl INasCOx. Els O evo tions ie eee ee 24.0 24.8 se 48.8 
140R NaCl NasBsO pc NaCled bn O later ean ee iets} Ron 8.3 41.8 
ia Nas COs TiHsO-iNasBsOm Sis@ mane cent anne farts 33.0 24.2 mye 
142 | NasB.O,4.8H.O, NasBsO7. 2NaGla4 bl Om aaenien tert 13.7 ak 32.8 46.5 
143 | NaCl, NagCO3.1H.20, Na2B.O,4.2NaCl.4H.O ....... Dove 22.8 6.8 52.8 
144 |Na,CO3.1H.0, NayB.O,.8H,0, NayB,O,.2NaCl.4H,0 6.9 26.2 26.9 60.0 


* Systems VII to XII inclusive are the work of William E. Burke. 


EQUILIBRIUM DATA AND DIAGRAMS 


System VII - NaCl - Na,co, ~ Na,B,0, - H,0 - 35°C. 


Na, CO, 


7 100 mols 


NazB20,.2 NaCl.4 H0 


100 mols 


S ¥WazB,0,.2 NaCl.4 #0 - Crystallization Starting Point. 


143-144 = End Points of Crystallization. 


DIAGRAM 25. 


System VII—35° C. 
(Diagram 25) 
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Mols per 1,000 Mols of Water 
Point Solid Phases —_—. 
NasCle | NasCO3 |} Na2B2O,] Total 
OUIENAG Herre tacton niece sate ares Maven pietee ala serene 55.8 oie aiels 55.8 
MMB EN ao © OURO) Barra apron ol ose fo sna aemoed sate aes Concise rotors Bae 83.7 aie 83.7 
ES Sim eects kd Oe S Eis Omens oiare eiees nc cheers pent adberc © Nes tiene ayer ae dive 48.7 48.7 
OMEN AGIONas COs. LE SOM oe crete arts. else «lore seye raenale ie ticere sfckats 37.0 42.1 ers 79.1 
140 | NaCl, NaeB,O,4.2NaCl.4H.O .... noes 51.6 ares 11.3 62.9 
141 Na»COg. 1H,0, NaeB,0,4.8H2O0 Sieke 56.1 33.0 89.1 
142 | NasB,04.8H2O, NasBoO,.2NaCl.4H.,O ............ 21.1 rer 44.8 65.9 
143 | NaCl, NasCOg.1H20O, NasB.O;.2NaCl.4H.O ....... 35.8 38.7 9.3 83.8 
144 |Na,CO3.1H2O, NagB,O4.8H2O0, NasBoO,.2NaCl.4H,O 10.7 44.6 36.6 91.9 
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SYSTEM VIII 


Sodium Chloride, Sodium Bicarbonate, Borax, Water 
(Diagram 26) 


This is another four-component system like the previous one, ex- 
cepting that it has bicarbonate and borax instead of carbonate and 
metaborate. Neither bicarbonate nor borax is very soluble at 35° C., 
as shown in Diagram 26, nor does the presence of either one materially 
affect the solubility of the other, but the addition of NaCl will precipi- 
tate over 80 per cent of the bicarbonate and over 50 per cent of the 
borax from saturated solutions. 


System VIII—35° C. 
(Diagram 26) 


Grams per 100 Grams of Water 


Point Solid Phases —— 
NaCl | NaHCOs} NaeB,O;| Total 
6. PING CT os So dvalerSiw wiserevere os ara bcere ele orevelel eevee seterere steers efatels 36.3 ate bes 36.3 
145 Nall COs Mer ates ss crete fololerets ctaters of hei Hoe orn eee arene nee V7! ore iW 
146-| Na2B.07.10H2O .......... Ogye eters sane 5.3 523 
147 sl INa Cie INaE COs am ccscrtenercire sorerere oe fee 35.2 2.0 He 37.2 
1437) (NaCle NasB.O7 10H oO meenc cee Pro Boe) eras 2.2 BVI) 
149) Nabi COs Nar BiO701 Ob aOmeieiclear Rare ke 12.6 4.6 We 
150 | NaCl, NaHCOs, Nap2B,O;.10H2O ...... On 34.8 2.1 25 39.4 
System VIII—35° C. 
(Diagram 26) 
Mols per 1,000 Mols of Water 
Point Solid Phases 


Na2BsOr) prota 


NazCly}| NaHCOs 3 


5 
5 
3) 


55.8 
25.2 

5 
58.5 
58.5 
35.1 
62.6 
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System VIII - NaCl - NaHCO, - Na.B,0, = H20 - 35°C. 


9 100 mls 


NagCla 100 mols NaB,0, al00 mols 


150 - End Point of Crystallization, 2 


DIAGRAM 26. 


116 INDUSTRIAL DEVELOPMENT OF SEARLES LAKE 


SYSTEM IX 


BRINES 


Sodium Chloride, Sodium Carbonate, Sodium Bicarbonate, Water 


(Diagrams 27, 28) 


Water and the chloride, carbonate and bicarbonate of sodium form 
a four-component system. In Diagram 27 we have the story of the 
double salt trona at 20° C. The field lies between the lines connecting 
points 247, 248, and 252. Considering the widespread occurrence of 
trona in many parts of the world it is rather remarkable that this double 


System IX—20° C. 
(Diagram 27) 


Solid Phases 

Na CO5: edicengtecin se a arerolcerrerohecensieiore ieterelenenenstorseke 
Na; COss10 Hs Om cotnce ree cc karortcnnstics 

NAGI ain Ci rctoive cate ele rive atadecah tau dacverarecaneye eneratensterep mre 
NagCO3.10H2O, NaCl 

INET COMM SOR INES TOO Sana ocoosnuroounotoooede 
NEC Og aia cl arecdvacay stabs al amare atonnyacevscon ste terspaurusvel ates cove ohare 
Nali COs.) NaG@litacsce ara scar conue tiem cairo scatnatane remene 
NasGO;. LOH.O NaHiCOz strona deka cee cite eit 
RERCOR MOS AOL tides on cao obmooonbEssobouonNAcoOg 
NasCO310 MeO; tronay a iiacesciste-clengie ceerereeiats = eeeiere era 
NasGO;- LOH,OWNaCl strona imprinter smorerce ne cine 
NasCOg sl OFs@! ai cictiiersre cteloiseceattosnmingtsl nein asteerabarciate 
NaeCQOs3. 10H2,O exe \aldte- sibuin(ooeqheahe sep oirsjisc ails hetayalza//es/a) (s}teialval (aNoite: 
NaCl trona chute one icpercicrterar ental be ewer cnet toed meer orode 
NaCl; NaliGOsstrona® -arnteccda oo crete aieiielersitascenrar 
NaHCOs, EL OL Aiprtheters te esterscrenereisecy fh neyNansn ones Geren oe ORES Nar one 
NaHiCOQn,: trotia i ico 5 ciacs esyenecas eens Sevreevece, ooteeter meat 


Grams per 100 Grams of Water 


NaHCO;|} Na2CO3| NaCl 


Total 


9.6 coe oars 9.6 
oe 21.5 Boe 21.5 
aie one 36.0 36.0 
ae 19.8 25.4 45.2 

5.1 21.6 Guo 26.7 

Mes) 7.2 ave 14.7 

1.4 aren 35.8 37.2 

4.4 20.7 2.8 27.9 

3.4 17.6 10.4 31.4 

iS) 17.4 19.3 38.3 

0.9 19.6 25.6 46.1 
oe 18.0 929 27.9 
oe 17.4 L722 34.6 

1.0 12.1 29.1 42.2 

2.1 3.6 32.9 38.6 

3.9 18.7 ad 30.3 

Sil 7.8 NYS) 29.0 


* Data taken from Freeth, Trans. Royal Society, 233A, 35 (1922). 


System IX—20° C. 
(Diagram 27) 


Point 


236 


* 


Mols per 1,000 Mols of Water 


Solid Phases 
NaHCOs;| NasCO3| NazCls | Total 
NaH COs. 25 ee ae ee 20.6 fn av 
Nai COsslOFIO an oe een ne ee eh 36.5 a ra 
aC eee te Pe ee CAPE ee ane sie 5505 | asans 
NERO IMIS OL IACI ganehonannanveadootar oso sae Boi6 39.1) | 7207 
INF OO RI ETOS WEISICON nooonaqvonsnaccosvouseucnc 10.9 36.7 Re AUG 
Nall COs 4 ot sagt ea hee eee eee ae 16.1 12.2 ce 9 [POSTS 
Nall COseNaClin ae oe en ee ae 3.0 cae Gay | ae 
Na2CO3.10H20, NaHCOs, trona ..-..-..+.++++-*-. 9.4 35.2 4.3 | 48.9 
NasCOs 1030 strona seis ee 7.3 29.9 16.0 | 53.2 
NaCOs: 1OHsO% tronac oman eee ae nea 30 28.6 DE AN SPS 
NasCOz, 10100 NaCl, teonals Stee ae ee 1.9 33.3 39.4 | 74.6 
NasCOs:10HiO srs eee a ce ke ee eee ae 30.6 15.3 | 45.9 
NasCOs 1050 waa ctectey ue Ons ai eee ine 29.6 265 em lised 
NaCl, tronial Aavescsnstedeiotelessa ain erterrnte lace re Zou 20.5 44.8 67.4 
NaCl NaH COs  tronacacisiesitien-preeniine somtietom nate 4.5 6.1 50.7 61.3 
NaliGOs, tronia sok ose tec cee ae ae an ne 8.4 31.8 11.9 | 52.1 
NaliCOs, trona vcd. «ascent 7.9 13.3 27.0) | 4B2 
Data taken from Freeth, Trans. Royal Society 233A, 35 (1922). 
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salt cannot be formed from carbonate and bicarbonate alone at 20°. 
The presence of NaCl is necessary for the stable equilibrium of trona 
with a solution of its constituents at that temperature. If we pass CO, 
into a saturated solution of NasCO, at 20° there will be no precipitate 
except NaHCO. At 35°, however (Diagram 28), only trona will be 
precipitated, until over half of the carbonate has disappeared. Diagram 
27 is one of the very few for which we had the pleasure of finding data 
already in the literature. 


SYSTBI 1X; NaCl - Na2CO, - NaHCO, - #30; 20°C, 


1006 mols 


© - Na,CO,.NaHCO,, 2H,0 Crystallization Starting Point. 


: 248 -End Point of Crystallization. 


DiAcRAM 27. 
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System IX—35° C. 
(Diagram 28) 


Grams per.100 Grams of Water 


Point Solid Phases 

NaCl NazCOg | NaHCO} Total 

Gi VINACH ate -cse ve drelece'« shevalo eloroxcvererel steered stexotetalanetersrotereMesersts 36.3 . 36.3 

7 NaeCOg. 1H,0 © <4, © 6)4\ [0 616) e) a) clei © ale 8 ¢ be) a's 0) einiele elais sev 6 eve 49.2 eee 49.2 
1450] Natl COg icc. reins see ertterotere oitrs olctereoatercavelteteteeleleustatetats ites ES alley Wed 
OF NaCl, “Nas Oss UH oO sarereyercisiete sieteteteve ste creteterestenecerense 24.0 24.8 sv 48.8 
147. NaGl, NaH COs ‘site cctorrtaertontel nis eters sloretetererstnieteceiare 35.2 eters 2.0 37.2 
1520 NasCOsnl HO, mtronasrryetteaielatetletetetesroietetrerste aie 49.2 0.8 50.0 
152) | NaH COg.--tronaite rtocte cstcis clots oreimsrseerararciere sieveterstens é abe 21.8 6.2 28.0 
15S) | NaGle Nas€ Osnd EoOs tronan sre cterteroyet atnraiersrotaaiecerexcrsils 24.0 24.7 0.3 49.0 
154 | iNaCheNal COsrtronawcromierte:sleroeteiertneiereissteirerele 33.5 4.2 1.8 39.5 


System IX—35° C. 
(Diagram 28) 


Mols per 1,000 Mols of Water 


Point Solid Phases —_. 
NazCly | NaeCOz3 | NaHCOs} Total 
C3 PEN OES GRniGamInOGnGnon ce S.cOS oO cnuae pon ddeiocood sno 55.8 Beis Rraxe 55.8 
ZW NasCOg. 1H sO - ay. corstelsicisrehotnn save aes i Mele ere 83.7 as 83.7 
T45 NAR COs tee siecrcetee + ee oa aes 25.2 25.2 
9 | NaCl, Na,COs.1H2O SOK 37.0 42.1 Rare 79.1 
147) NaCl NaHCO3. irccc ere 54.2 Hale 4.3 58.5 
LS NaeCOs. 1H,0, trona. “3. Wy A ao 83.6 1.6 85.2 
152) | NaHi€Os, trona |. .5...~. es 37.1 13.3 50.4 
153 | NaCl, Na,CO3.1H20O, trona ware 37.0 42.0 0.7 79.7 
154) NaCls, NaliCOz. tronaie. so-tniy bernie iets 51.6 Vea 4.0 62.8 
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System IX - NaC] - Na2CO, - NaHCO,- H30 - 35°C 


Na2Co, 


Na,C0,.1H,0 Na2C0,.NaHC0,.2 #20 


NagCl2 _oJ00 mols 8 - NazC0,.NaHCO,.2 HO Crystallization Starting Point Na HCO, “a0 mols 
i 


153 - End Point of Crystallization, 


DIAGRAM 28. 
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SYSTEM X 


Sodium Chloride, Borax, Sodium Metaborate, Water 


(Diagrams 29, 30) 


Water and the chloride, tetraborate, and metaborate of sodium form 
a four-component system. In Diagram 29 note the sharp curvature of 
the divariant line connecting points 266 and 262, the line of borax solu- 
bility in a solution of metaborate. The corresponding data sheet shows 
a minimum borax solubility at about 15 mols metaborate. In Diagram 
30 at 35° C. the line connecting points 155 and 146 if accurately drawn 
would show the same curvature. At these two points the borax solu- 


SystEM X—20° C. 
(Diagram 29) 


Grams per 100 Grams of Water 


Point Solid Phases 
NaeB,O;| NasB2O,| NaCl | Total 
2025 Nas BuO LOE: © ares sce eee eee et eee Pe) biti 2.5 
13 | Naa Bs Orn J OFL5 Ole rare Map iie ran cat rena ease ee nae 1.95 0.5 2.45 
aero |PNas BO. Ole Oma eegean een eg: men a en ee ena 0.5 4.9 5.4 
Soi PNE RSH OHAaL OS HOW nme sis ea eerie ad on Oh eae an Ae 0.4 018 IS LEZ, 
203), |/NasbsOe SEs Ol sacs ens tle atte ee ee ae aie O55 Pee 25.75 
DOOM Nia GE eens e's nearest aoa er ee ke ce ne ie yt 36.0 36.0 
266 Naohy Fol OOS INEM OV SSISEO! «on noon oHecon cmon 2 0.5 Pe | ook 25.6 
271 | NasB2O,4.8H,0, Nae BsO,2 NaCl: 4h. Omen ne nee are 23.0 19.2 42.2 
AUD |) Wea OV cAI EOL USO R IG San caccanoocacnocococ Rae 8.0 BEES 41.3 
PAN) NNW O PaO AO INNO, cinda ooue Sono oes close ace san 0.9 ayant 36.0 36.9 
siei Na»B,O;. LOE OW Na Clee ocren OP een one ree eee 0.5 0.5 35.8 36.8 
tes INV O FeAl sO), INEWOly cnc ankeuanobcdanadnessenos os 0.3 233 34.7 lo) 
276 |Na,ByO;.10H:0, NasB.O,.8H.0, 
C NayB,0,4.2NaCl.+H.O0 0.4 ZBI) 19.3 42.9 
280 | Na2B,O;.10H,0, NazB,04.2NaCl.4H.O, NaCl ..... On 8.0 33.2 41.4 
System X—20° C. 
(Diagram 29) 
Mols per 1,000 Mols of Water 
Point Solid Phases 
Na.B,O- + 
ae Na,B,0,|} NasCle | Total 
262: (NasB.O; “10H sO. ae 4 tee yt ee 4.46 4.46 
oe. Nas BsOr, LOH, ercaie mn kame tl eee 3.48 0.68 aio Neale 
ators g PIN aa 134 @) 5110 Fe Ole more ee er ee 0.9 6.7 ae 7.6 
Soi NE TAS OF AIS ONE or eae A Gombe yi Gnomes cane 0.7 15.4 aries 16.1 
2637) |NagBO7; Sis O Mary aac.) eee ee eee el anes 35.14 Ais 35.14 
BSDC INA CI cated rate ay ghia Onn a gant ra ne - 55.5 55.5 
266 | Na2ByO;.10H.0, INEVAB POV AUO) oO ews noua hace 1.0 34.3 ae 35.3 
271 | NasB2O,4 8H,0, NEVI SOMMMINEYONACURING) Go gacscscone se 31.4 29.6 61.0 
27.0) ||NasB5O4.2Na Cl. 4130, NaCl = oes nen A 10.9 Biles 62.2 
ASIN EVO OO INO! oo onaoesonataswunacauccon.,., 1.5 sate 5505 57.0 
hia |PNPRISO TMS ROM INEION pane wivodbboonoacsce cccoe 0.8 0.7 SEZ 56.7 
oy WISETA YOY oONEO UNEXCI  oues aemnei oo cc amutmcen ace 0.5 on 53.5 Gye) 
276 | NasByO7. 10H20, NasB,O,.8H20, 
A NavB,04.2NaCl.4H.O 0.6 31.6 29.7 61.9 
280 | NasB,O;.10H:0, Na2B,O,.2NaCl.4H,0, NaCl .....| 03 10.9 51.2 | 62.4 
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bility is nearly 10 mols = per thousand mols water, while at an 
intermediate point it drops to about 3 mols. In general the divariant 
lines in our equilibrium work are approximately straight, and they are 
usually drawn straight in the diagrams. For our purpose the accurate 
location of univariant points was more important than a knowledge of 
the exact curvature of divariant lines. In both Diagrams 29 and 30 the 
metaborate chloride double salt recurs. This may be expected whenever 
chloride and metaborate are present in even moderately concentrated 
solution. Borax solubility changes rapidly with temperature. It more 
than doubles between 20° and 35°. 


SYSTEM X; NaCl - NajB,0, - Na,B,0, - B20; 20°C, 


Na,B,0,. 6,0 


271 
His ,B,0,.2NaC1.4530 


© - NazB,0,.2NaC1.4H,0, Crystallization Starting Point, 


276 and 280 - End Points of Crystallization. 


DIAGRAM 29, 
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System X—35° C. 
(Diagram 30) 


Grams per 100 Grams of Water 


Point Solid Phases aS 

NaCl NaeB,O; Na2B204 Total 
(5 PNET) Re Oanocigicne ab ooc ico bob gooonobouans bo banded 36.3 atte SIO 36.3 
146 Na2B4O;. 10H20 Ce er cers nce eve . ° eee 5.3 eee 5.3 
139 | NaeB2,04.8H2O ... : ners Beye 35.7 35.7 
148 | NaCl, Na2B,O7.10H20 ... cd) Gables) 2.2 aie 37.7 
140 | NaCl, Na2B.0,.2NaCl.4H2O ...... S Sono Ge 8.3 41.8 
155 | Na2BsO7.10H2O, NaeBoO,.8H.O ........ 0 oe 5.6 34.8 40.4 
142 NayB,04.8H20, NaeB,0,4.2NaCl.4H.2O cece eee ccese PSe7, eee 32.8 46.5 
156 |NaCl, Na2B,O7.10H2O, NagBoO,.2NaCi.4H.O ..... Sout 2.0 8.0 | 43.1 

157 Na2B4O7. 10H,O, NaeBoO,. 8H.O, 

NazB20,.2NaCl.4H2,0 12.9 5.2 32.7 | 50.8 


System X—35° C. 
(Diagram 30) 


Mols per 1,000 Mols of Water 


Point Solid Phases 
Na2Cl, N2eB101 Na2BsO, Total 
a | ea ee 

9) WNENO ES Sen non mau upanci ae oobnkonod onde nonneooutes 55.8 arts 50 55.8 
14.63||Na;B2O7 al OMe Omani ere en ner ope Goc 9.5 bp 2 
139) NapB201.8H2O) ae eeeie 90.0 aes stare 48.7 | 48.7 
148 |NaCl, NaeBsO7.10H.O ..... 54.6 3.9 OD 58.5 
140 | NaCl, NaeB2,04.2NaCl.4H,O ... 51.6 360 11.3 | 62.9 
155 | NasB,O,.10H,O, NaoB204.8H,O .... mere 9.9 47.4 57.3 
142 NazB20,4.8H20, NaeB20,4.2NaCl.4H,0 oar el sialieelelee-oue 211 arene 44.8 65.9 
156 | NaCl, NaeB,O7.10H,0, NazB.04.2NaCl.4H2O ..... 51.0 eS) 11.0 65.5 

157 NaeB,O7. 10H,0, NapBoOy,. 8H 5 
NazB.0,4.2NaCl.4H,O0 19.9 9.2 44.7 | 73.8 


a ee ee, eee | 
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System X - NaCl - Na,B,0, - NajB,0, - H,0 - 35° C, 


100 Mols 


Na2Bo0, 


100 mols 
Na2Cl2 »Y00 mols WazB,07~e 


© - NejB,0,.2 NaCl.4 Hj0 - Crystallization Starting Point. 


156 and 157 - End Point of Crystallization. 


Dracram 30. 
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SYSTEM XI 


Sodium Carbonate, Sodium Bicarbonate, Sodium Tetraborate, Sodium 
Metaborate, Water 


(Diagram 31) 


Water and the carbonate, bicarbonate, tetraborate and metaborate 
of sodium form a four-component system. We may consider it as a 
reciprocal salt pair. 


Na.B,O; AP 2Naz:COs aP H20 => 2Na2B2O0. te 2NaHCOs. 


The method used in Diagram 31 is accordingly the one described under 
System III. Trona is the only double salt to appear. 


System XI—35° C, 
(Diagram 31) 


Grams per 100 Grams of Wat: r 


Point Solid Phases 

Na.CO3 | NaHCO3} NasByO; | NasB.0,| Total 
7 |NaeCO3.1H2,O 49.2 ated S600 49.2 
LASS Na GOs oo. coisa arco ee vax Toe? oon wes 11.7 
146 |Na.ByO;.10H20 ween fy Bs He 5.3 
139 |Na2B,0O,4.8H2O ae oor stoke BiGy7/ 35:7 
141 |NasCO3.1H20O, NagB204.8H2O ........ 33.0 we OCC 24.2 57 2 
US Nase On elilsOtron alee serie 49.2 0.8 5.05 eed 50.0 
149) |NaliGOs, NasBzO7.10HseO! Js.25.-...05 wee 12.6 4.6 avers eee 
LSZe Na EiCOs: ctronanaan. eee eee ee 21.8 6.2 bn o aya 28.0 
155 |Na,B,O7.10H2O, Na2B2,04.8H2O ...... Ah ne 5.6 34.8 40.4 
158 |Na,CO;.1H2O, trona, Na,B,O-.10H,O.. 41.4 3.4 10.0 54.8 

159 |NasCO3.1H2,O, Na,B,O,;.10H,2O, 
NaoB.0,.8H2O 30.3 aie Vie 26.4 63.9 
160 |NaHCOs, NagByO7.10H2O, trona....... 21.2 6.4 4.0 anise 31.6 

System XI—35° C. 
(Diagram 31) 
Mols per 1,000 Mols of Water 
Point Solid Phases 

NasCO, | NaHCO, N2eB.0n Na,B.0,| Total 
GN Nav COs THs Osteo cae eee 83.7 eats see 83.7 
1450 | NaEIC Os eescee crate ie eet te Oe ae 25.2 a an 25.2 
KS INEVEMOMIOIBHOM saosodcanoonaconccncs ite ee 9.5 ne 9.5 
BE) INESEO IEG! aca haricasnceeconons «. ee : Bie 48.7 48.7 
141 |NasCOz.1H2O, NalB,O,.8H.O ........ 56.1 : ea 33.0 89.1 
Pole Nai COs sO trona esas ene eee 83.6 1.6 nate cod 85.2 
Le OUINENS (COS INE HOM IMOISEXG) bn nos ce ce oe PAID) 8.1 afters Souk 
152) | Nails COn, tron austen nee re B70 13.3 Re a 50.4 
155 |Na.B,O;.10H.O, NaeBeO,.8H20 ...... ar) aes 9.9 47.4 $7.3 
158 |Na.CO,.1H2O, trona, NaoB,O;.10H2O. . 70.4 6.0 13.6 90.0 

159 |Na.COz.1H,O, NasB,O;.10H» i 
: Na.B.O,.8H2O cy es Pet 12.8 36.0 100.3 
160 |NaHCOs, NaoB,O;. LOHSOMtronawe ee 36.0 13.8 7.0 ea 56.8 


EQUILIBRIUM DATA AND DIAGRAMS 


System XI - Na,CO, - NaHCO, - Na, BLO, - Ne,B,0, - HO - 35°C, 


100 mols 
Na,c0, 


Na,CO,.NaHCO,.2 1,0 


Na,B,0,.8 #30 


Na,B20, 


~ Q ~ NaC0,.NaHOO,.2 B, 


O - Crystallization Starting Point 


159 - End Point of Crystallization. 


DracramM 31. 
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SYSTEM XII 


Sodium Chloride, Sodium Carbonate, Sodium Bicarbonate, Sodium 
Metaborate, Sodium Tetraborate, and Water 


(Diagrams 32, 33, 34) 


We have now examined the five four-component systems leading 
up to this five-component system of water and the chloride, carbonate, 
bicarbonate, tetraborate and metaborate of sodium. Only two parts of 
this system are shown at 35° C. and one of them at 20° C. Diagrams 
32 and 33 show all points saturated with NaCl as we find it in lake 
brine, and Diagram 34 saturated with Na,CO;.1H,O, as may occur in 
a plant liquor. System VI included all the important constituents of the 
lake brine except B,O, and bicarbonate. System XII includes all except 
potassium and sulfate. In the former system the lake equilibrium was 
somewhere on the divariant line representing saturation with NaCl, 
hanksite and glaserite, and near point 289. In the latter it is on the 
line where NaCl, borax and trona are the solid phases, and near point 
300. In the former we have indicated at point 14 the end point of 
crystallization, NaCl, NazCO;, KCI and glaserite; in the latter at point 
302, NaCl, Na,CO,, trona and the double metaborate chloride. Com- 
bining the two we determine that at the end point of crystallization the 
brine would be in equilibrium with those six salts, and this has 
been checked experimentally. By the time, however, that this end 
point is reached the brine has become so concentrated by evaporation 
that a seventh salt also appears, a double phosphate metaborate, 
Na,.B,O,.2Na;PO,;.36H20O, but this will be discussed later. In Systems 
VIII, X, XI, XII, one-half Na,B,O, has been used as the molar weight 
of borax in order to make it comparable with Na,B,O,4, a member of the 
other reciprocal salt pair. 

From Diagrams 32 and 33 we see one effect of carbonating Searles 
Lake brine. This increases bicarbonate at the expense of carbonate, of 
course, and also increases borax at the expense of metaborate, and 
precipitates bicarbonate and borax if we are near natural brine tem- 
perature, or trona and borax and later bicarbonate at a slightly higher 
temperature. In either case we have borax in both precipitate and solu- 
tion, which in general does not indicate a satisfactory operation. 
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System XII—20° C. 
(Diagram 32) 


Grams per 100 Grams of Water 
Point Solid Phases 


NazCO3 | NaHCOs3| NagByO; | NagB2O4] NaCl | Total 


290 NaCl, NazCO3.7H2O 


’ NasBoOy.2NaCl.4H.O] 21.6 op io 15.3 2512 maool 
291 | NaCl, NaeByO7.10H,0, NaHCOs. ea 0.9 1.0 sat 34.5 36.4 
300 NaCl, Na2B,yO;.10H20, NaHCOs, 
ELONA “ice cis eneuals ooh nels clsue eters el 0.4 1.4 Bere 31.6 3555) 
301 | NaCl, NazB,O;.10H2O, trona, 
NazBoO4.2NaCl.4H.,O 19.8 mete 1.4 13.9 26.7 61.8 
302 | NaCl, NasCOs.7H2O, trona, 
NazB2oO4.2NaCl.4H,O} 21.8 vere 1.0 13.6 25.6 | 62.0 
camtieaal 
System XII—20° C. 
(Diagram 32) 
Mols per 1,000 Mols of Water 
Point Solid Phases 
Nas.ByO; 
Na,COs | NaHCO,|~#27497] na,8,0,| NagClp |Total 
290 | NaCl, NasCO3.7H.2O, 
NaeB,0,.2NaCl.4H2O 36.7 recur} orate 20.8 38.8 96.3 
291 | NaCl, Na,B,O7.10H,0, NaHCO, eis 2.0 17, abr Sone, 56.9 
300 | NaCl, Naz,ByO;.10H20, NaHCOs, 
{HON ect aides sateen ne 3.6 0.8 Deb) 6.06 48.7 55.6 
301 | NaCl, Na,B,O,.10H20, trona, 
NasBoO4.2NaCl.4H.O Sor) ort Za) 18.9 41.2 96. 
302 | NaCl, NagCOs.7H20, trona, s 
NapB,O,4.2NaCl.4H,O Bisel nae 1.8 18.6 39.4 96.9 


EQUILIBRIUM DATA AND DIAGRAMS 


System XII - NaCl - NasCO, - NaHCO, - NazB,0, - NaeB,0, - H,0 - 20°, 


All Points Saturated with NaCl. 


Na2B,0, 
2 


25 mols 
NaHCO, 


NazB,0, 


Na B20, .2NaC1,4H,0 


Na2CO,. 
NaHCO, .2H,0 


cae Na2C0;.7H,0 


Na C03 .10H,0 


@ - Na,CO,.NaHCO,;.2H,0 Crystallization Starting Point. 


302 - End Point of Crystallization, 


DiacramM 32, 
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System XII - NaCl - NejC0, - NaHCO, - Na,B,O, - NajB,0, - H,0 - 35°C 


All Points Saturated 
with NaCl‘ 


NajB,0,.10H,0 


Na,00, 


100 mols 
w= Na,C0,,NadCO,.2 H20 + Crystallization Starting Point 


161 - End Point of Crystallization 


DracraM 33. 


System XII—35° C. 
(Diagrams 33 and 34) 


Grams per 100 Grams of Water 
Point Solid Phases 


NaCl NayCOz | NaHCO3;! Na2,B,O; | NasB.O, 


161 | NaCl, NasCOg.1H.2O, trona, 
NavB.O,4.2NaCl.4H.O 23.1 22.4 hae 0.3 6.7 
162 | NaCl, NaHCOs, trona, 


NayB,O;.10H2O} 32.6 Sal 8} 3.0 
163 | NaCl, trona, Na2B,O;.10H.2O, 
NaeB,04.2NaCl.4H.,O} 26.0 16.2 ave 4.1 5.4 
164 | NasCO3.1H2O, trona, 
NaeBsO7.10H2O, 
NaeBoO,.2NaCl.4H2,O0 55) 26.3 Sa sive 10.3 


165 | Na2zCO3.1H2O, NagBsO,.8H20, 
NaoB,O;.10H:0, 


NapBoOy.2NaCl.4H,O 6.2 24.2 sor 8.6 27.2 
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System XII = Nacr - Na.C0, - NaHCO, - Na5B,0, - Na,B20, - H,0 - 35°¢ 


¥a3,0, 
$100 mls 


All Points Saturated 
with Na,C0;.1 H,0 


NajB,0;. 1080 


20, 100 
NaB,0,.8 #20 mols 


NazC14 
100 
1s 
@ ~ NazB20,.2 NaCl.4 H20 - Crystallization Starting Point 
161-165 - End Points of Crystallization. 
Dracram 34. 
System XII—35° C. 
(Diagrams 33 and 34) 
Mols per 1,000 Mols of Water 
Point Solid Phases 
BBLOF 
NasCl | NasCOz | NaHCO, en NaoB.O, | Total 
161 | NaCl, NasCOs.1H,O, trona, 
NaeB.04.2NaCl.4H2,O 35.6 38.1 eee 0.5 972 83.4 
162 | NaCl, NaHCOs, trona, A 
NavB,O;.10H20 50.3 8.6 2.7 5.4 Dicks 67.0 
163 | NaCl, trona, Na2B,O,;.10H2O, 
NagB,O04.2NaCl.4H2O} 40.0 27E5) sate 7.4 ees 82.2 
164 | NasCOz.1H2O, trona, 
Nay.B,O7. 10H,O, 
165 Rec OnlTO, Nears 8H.0, 
a2 . 2VU, 
NasB,04.2NaCl.4H,0| 9.6 41.1 ae 15.2 | 37.1 {103.0 
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SYSTEM XIII * 


Sodium Carbonate, Potassium Carbonate, Sodium Bicarbonate, 


point of crystallization, over 122 gr 


Potassium Bicarbonate, Water 


(Diagram 35) 


This is a four-component system of reciprocal salt pairs, the car- 
bonate and bicarbonate of potassium and sodium. Three double salts 
appear in Diagram 35 at 35° C., all of which have been previously 
reported ; Na,CO;. NaHCO,.2H,O or trona, K,CO;.2KHCO;.3H20, 
and Na,CO;.K.CO;. Note the high solubility at point 171, the end 


System XIII—35° C. 
(Diagram 35) 


ams salts per 100 grams water. 


Grams per 100 Grams of Water 


Total 


Point Solid Phases 
NavCO; | K,CO; | NaHCO;| KHCO, 
7.,\Nas€ Os LE Ouest serra 49.2 arated a aoe 
28> SoCOs. PHsO: = teat cance titers cineeeiene tars 115.2 a arene 
145; |N@ EI COs sy oircuisctovsiersie coun ancretereters eterereretate eae mute S77, ee 
166) | KE COs i ais cet meee ee ree Ie Beet, eee ae 40.7 
Pol Nas CO aolitsOs tronaseetyr co orsencletrnr: 49.2 Bratets 0.8 se 
152: |NaiGOstronats.aseaeeee eae 21.8 tu 6.2 see 
167 |K2COg.3H20, KeCOg.2KHCO3;.3H,O .. sine left! Sere 9.6 
168 |KHCOs, KzCO3.2KHCO,.3H20 ....... sue 105.0 10.9 
82 |NaeCOs.1H2O, NasCO3.KeCOs ..,...... 14.3 95.7 50 
83 K2COs3. $H.O, NasCOz. K2CO3 Pessoa ea ORR) 108.8 on 
L690 NakiC@s. KE C Oc nce neers ae ee 3.4 40.8 
170 |Na,COg.1H2O, trona, 
K.CO3.2KHCO;3.2H20 11.8 88.6 7.0 
171 |K,CO3.3H20, NaszCOg.KsCOs, 
K.CO;3.2KHCO3.3H2O 4.8 112.5 See 
172 |KHCOs, trona, KeCO3.2KHCO3.3H20.. 6:2 81.7 12.3 
Lisa IE COs Nall C@xetron ame rieten ntti 3.9 ilies 17.9 
174 |NasCO3.1H2O, NasCOs.KoCOs, 
K.COz3.2KHCO3.3H:O 10.6 98.0 Se ¢/ : 
System XIII—35° C. 
(Diagram 35) 
Mols per 1,000 Mols of Water 
Point Solid Phases 
Na,.CO; K.COz Nazg(HCOs)e K2(HCOs) Total 
7|\NasCOs.lHcOu nee ieee ree 83.7 ae: erate 
SS) | KsCOgsstloOl joe coerce suet mets 150.0 State 5e5 
145 |N@HiCOR Sia slersoncioteaten orden neeen tae FG ners 12.6 uate 
L6G SIR ACOs eee re seme tices een eae areke sees AA 36.6 
ISL NavC Os, Us Ou troticn ei eels 83.6 Gia 0.9 = AS 
LoZeNabl COmntronas-a ted ee ere eae Sau sae 6.7 ao 
167 |K,COg.3H20, KeCO3.2KHCO;.3H2O Sake 147.3 Bee 8.6 
168 |KHCOs, K,CO3.2KHCO;.3H2O ..... ae 136.8 9.8 
82 |NasCOzg.1H,O, NasCO3.KoCOz ......- 24.2 124.6 oles 
83 |KsCOs.8H20, NaeCOs.KsCO3—...... 15.8 141.8 oie oie 
TOO INES (COR. ARIEKCOR yin oe oican ce sono. ie ae 3.6 36.7 
170 |NazCOz.1H2O, trona, 
KsCO;.2KHCO;.3H.,O 20.0 115.3 713) 
171 |KsCO3. 3H20, NasCOz. KeCOs, 
K2CO;.2KHCO3.3H,O 8.1 146.5 5.6 
172 |KHCOs, trona, K2CO;.2KHCO;.3HsO 10.6 106.5 13.2 
173 |IKAICOs, NaHiGOs, tronal..osssc ask. 6.7 66.8 19.2 
174 |NasCO3.1H2O, NasCO3.KsCOs, 
K,CO,.2KHCO,;.3H20 18.0 127.7 6.1 


* Systems XIII to XXI inclusive are by Harald de 


guidance of William E. Burke. 


151.8 


Ropp working with the advice and 


EQUILIBRIUM DATA AND DIAGRAMS 


SYSTEM M111 - Na,CO, - K,00, - NaHCO, - KHCO, - H,0 
asec 


K,00, .2KHCO, .3H,0 


Trona Crystallization Starting Point 
o Ne,00,.K,C0; Crystallization Starting Point 
yi «E2005, 2KHCO,.3H,0 Crystallization Starting Point 
171 - End Point of Crystallization 
‘Naz | (HCO, )> 


Dracram 35. 
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SYSTEM XIV 


Sodium Chloride, Potassium Chloride, Sodium Tetraborate, Potassium 
Tetraborate, Water 


(Diagram 36) 


The chloride and tetraborate of potassium and sodium also form a 
four-component system with reciprocal salt pairs. No double salts were 
found, but potassium tetraborate increases the solubility of borax, and 
borax increases the solubility of potassium tetraborate, so that at point 
176 in Diagram 36 the solution contains more of each salt than water 
alone would. Potassium tetraborate appears here as the tetrahydrate. 
Sodium tetraborate in our equilibrium work has appeared only as the 
penta- or dekahydrate, but a natural deposit of rasorite recently dis- 
covered about 60 miles south of Trona is apparently sodium tetraborate 
tetrahydrate. 


System XIV—35° C. 
(Diagram 36) 


Grams per 100 Grams of Water 

Point Solid Phases 
NaCl KCl NayB,O, K.B,Q0; Total 
62 |NSCINiiirs cave catecate ceictet arth te irate 36.3 Ps G6 Ae 36.3 
SLC hie late terecover ete sueta ott cocina ones ove 39.0 56 Ae 39.0 
146: | NasB,O7.10HgO)c vetere cise aeiocrecie seven mote on 5.3 fi 3 
175: |KsB, O74 HoOh wssraccis soe eee eee alae tie aa 2163 21.3 
625 |INaGle KCl ute srkscnaretterapitnn er eras ok 29.8 18.4 ere Bota 48.2 
148: |NaGl, INasB.O7 10HsO0 ene cen ae ee 35.5 rs 22 Sate Sled, 
176 |Naz2B,O7.10H2O, KeB,O7.4H,O ....... oe yes 6.7 24.2 30.9 
LZ AKC Mike Bi O74 clo Omer ene eee ees OF 3. 5.9 43.2 
178 |NaCl, KCl, Na,B,O7.10H20O........... 28.2 18.7 3.4 50.3 
179 |KCl, Na2B,O;.10H20, K.B,O,.4H20... 5.4 33.2 9.9 48.5 


System XIV—35° C. 
(Diagram 36) 


Mols per 1,000 Mols of Water 
Point Solid Phases 
NasCl, | KzCle |NasB,O7| KeB,O, | Total 
6: |N&CTPY. Suan nn eee ake a nS 55.8 aa ee ste 55.8 
STANTS C lt are tort Mine css Se ee ae aS 47.1 on on 47.1 
146 Na2B,0;. 10H,0 CEC ACCOR CIACAD IRCA CaO IEEC OD oo eee 4.7 4.7 
175 ul KeB 4 Ore 4 EO) ne te, ee ane rem aen ee Oe 16.4 16.4 
62 NaCl K Clg ahr ae es be 45.9 229 E ; 68.1 
148 |NaCl; NasB,O;.10H.0 54.6 oe 2.0 ioe 56.6 
176 |Na2B,O;.10H20, KyB,0,.4H,0 ie a3 6.0 18.6 24.6 
TW, WSO, USARHOMCIEEKO) 6 ono b hoonnee.n., ee 45.0 ; 4.5 49.5 
178 |NaCl, KCl, NasB,O;.10H,0 43.5 22.6 3.0 69.1 
179 |KCl, Na.B,O;.10H20, K»B,07.4H,0 8.3 40.0 8.9 mS 57.2 
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SYSTEM MLV - NaCl - KCl - Naj3,0, - K,B,0, - H,0 - 35°C 


lice mls 
£1, 


K,B,07. 42,0 


100 ay 
NazClo 07 ee 
mols mols 


178 End Point of Crystallization 


NazB,07 


100 mls 


Dracram 36. 
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SYSTEM XV 


Sodium Chloride, Potassium Chloride, Sodium Pentaborate, Potassium 
Pentaborate, Water 


(Diagram 37) 


The chloride and pentaborate of sodium and potassium form another 
four-component system of reciprocal salt pairs. 

In plant practice we meet three groups of combinations between 
alkali and boric acid: 


1. The metaborate of type Na,O. 1B.O; 
2. The tetraborate of type Na,O. 2B.0, 
3. The pentaborate of type NazO. 5B,O,, 


a most interesting and remarkable group of compounds often exhibiting 
quite unexpected behavior, but at that not so erratic as their nomen- 


System XV—35° C. 
(Diagram 37) 


Grams per 100 Grams of Water 


Point Solid Phases 
NaCl KCl NayBy0i¢ K2Bi90i6 Total 
Gil ING CUM ea cravater a daioln scans cionetsiecnic ae ae ee 36.3 ote 36.3 
Siem ISCO le Caterer eget iren 6 Mokapigs ole eit A mee ones 39.0 ere siete 39.0 
IRS INET Sih OF ug Ole ane Sontoondouseanons BNO see 18.8 eats 18.8 
RON Mele Orrel sO ese onono dunoabhonc tonne G6 ate ers 5.0 5.0 
GoaIN a CUO K ClO incon eco eee 29.8 18.4 eee Soe 48.2 
ES2) ISCIGKS Bio Org iS H's Olea tee ieee : 38.1 3.0 41.1 
183 |NaCl, NaeBioOig. 10H2O .............. Soul aie 7.4 42.5 
184 |NapByoOig.10H20, KoByOig.8H2O ..... on hoe) 1.9 19.2 
LS SaINACL RCI KB sOranchin@ my aan 28.3 yal 3.4 50.8 
186 |NaCl, Na:ByOi.10H2O, K2ByyO,.8H2O 34.5 2.1 8.2 44.8 


System XV—35° C. 
(Diagram 37) 


Mols per 1,000 Mols of Water 


Point Solid Phases 

NavCle KeCly NaeBioO16 KeBy001¢6| Total 

— $a i [te ro 010} KoBi0Or6] Total 
GMINA CIE ear ie ee Re VO rere ee 55.8 a Me 55.8 
SAU Clee ee ME Ute baaie lc SuRieie Sietohas 47.1 ay a 47.1 
180 NaeBioOi,. 10H,O wei snetonaltd evs fafasntpveta tevar a tene eee eee 8.2 eee 8.2 
MAS OMMSISHO) Goenssocdosbecece conn. es ae <- 2.0 2.0 
62 jNSCL KCl 164. 1s eee rt ohne cae 45.9 20.2 fe ES, 68.1 
11825 /K GINeKaR ys Ore sche © eer ean ee 46.0 ots 1.2 47.2 
LS3q|NaCie Nas Bi, Ore S10 Ome ae een enn a 54.0 rf 3.2 57.2 
184 |NagByO19.10H20, KeByO1.8H.0 . 1.) 76 0.8 8.4 
1858|NaCieKCl KeBi Os Gi@1 eee ee 43.6 23.1 1.5 68.2 
186 NaCl, NazBio0i5.10H.O, K2Bi9015.8H2O Doel 2.6 3.6 593) 
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clature. Sodium pentaborate at 35° C. is over three times as soluble as 
borax, while potassium pentaborate has only one-fourth the solubility 
of K,B,O;. At 35° sodium pentaborate appears with 10H.O, while 
the potassium salt has 8H.O. The pentaborates are the first products 
so far mentioned that are not, properly speaking, natural constituents 
of the brine. This system, and the next six to follow, represent con- 
ditions that could be reached only by the use of some acid. They are 
obviously parts of studies intended to throw some light on the conver- 
sion of borax into more acid borates or boric acid, but the reader will 
understand that the data given here represent only a portion of the 
work done, hardly adequate to derive economic conclusions regarding 
plant practice. 


SYSTEM KV - NaCl - KCl - NapBy 06 - K_Bi—%¢ - 0 


35°C 


K, [C2 


2 
9 100 mols 


Na Bs 10a g: 10H, 


NazBi 0% 16 


100 mils 
185 and 18 - Ind Points of Crystallization 


Dracram 37. 
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SYSTEM XVI 


Sodium Chloride, Sodium Sulfate, Boric Acid, Water 


(Diagrams 38, 39) 


This is a four-component system, with the three solid constituents 
as the only possible solid phases. The presence of NasSO, may increase 
the solubility of boric acid as much as 65 per cent (data for Diagram 
38) and at the same time boric acid slightly increases the solubility of 
either sulfate or chloride. A solution saturated at 75° C. with NaGe 
Na,SO, and boric acid (point 194, Diagram 39) if diluted slightly can 
be cooled to 35° and will deposit nearly 60 per cent of its H,;BO, content 
as boric acid crystals uncontaminated with either chloride or sulfate. 


System XVI—35° C. 


(Diagram 38) 


Point 


Grams per 100 Gramsof Water] Mols per 1,000 Mols of Water 


Solid Phases 

NaCl |NaSO,| Hs3BOs]} Total] NasCI», |Na2SO,| H,BOs| Total 
NaCl Peary wees 36.3 els ar, See || See tele sae 55.8 
IN asS Ogarrtacnceeeh ee ee toate 50.7 Siar 50.7 moe 64.2 one 64.2 
IBINO} Ne ory ibiicaos cacas oobine Sere ae He \\ aes) Sate Aas 22.8 22.8 
INEACICSINEV SO nla women homoto.. 33.6 9.3 arete 42.9 51.8 IBIEYE Sieve 63.5 
NaCl is B Osean rea nee 36.8 ae 8.2 45.0 56.6 Shane 23.9 80.5 
INERISKOMA ISIS OM cepa oe ous an Sie 53.0 LSA 66.1 wer 67.1 38.1 105.2 
NaCl, NasSO.u, H:BO, ..... Cone 11.9 Ohio EEA] Srila 15.1 28.0 94.2 
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SYSTEM XV1 - NaCl - Na,SO, - HBO, - H,0 - 35°C 


190 - End Point of Crystallization. 


DIAGRAM 38, 
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Point 


System XVI—75° C. 
(Diagram 39) 


Solid Phases 


yy IN agS Oa traterciweste sects 
NaCl SHB Ose are ee 


Grams per 100 Gramsof Water 


Mols per 1,000 Mols of Water 


NaCl |NazSOu} HgBOs| Total 
37.8 660 ee 37.8 
ayers 43.9 HG 43.9 
ere piers Ailton |e bel 
35-0 6.8 otal 42.3 
38.5 40.5 22.2 | 60.7 
50.6 Hes 31.4 | 83.1 
3555 12.4 25.0 | 72.9 


NaoCly Na2SO, Hz3BOg Total 
58.2 606 58.2 
aie 55.6 ere 55.6 
Shon cc 61.2 61.2 
54.7 8.6 miele 63.3 
59.2 500 64.5 | 123.7 
G0 65.5 91.0 | 156.5 
54.6 1557 72.6 | 142.9 


* Probably taken from literature. 
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SYSTEM XV1 - NaCl - Na,SO, - H,BO, - H,0 - 75°C 


194 - End Point of Crystallization. 


DIAGRAM 39. 
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SYSTEM XVII 


Potassium Chloride, Potassium Sulfate, Boric Acid, Water 
(Diagram 40) 
This is a four-component system with only three possible solid 


phases at 35°, much like the preceding. Note again how H,BOx, on one 
hand and K,SO, or KCI on the other mutually increase solubility. 


System XVII—35° C. 
(Diagram 40) 


Grams per 100 Gramsof Water] Mols per 1,000 Mols of Water 

Point Solid Phases 
KC! | K,SO,} HsBO3} Total] KyClo | Ke2SO, | HgBOs| Total 
SHAR Clapee heck eat oe oe 39.0 ae 39.0] 47.1 47.1 
3G: KES Oy) exss rien ee Nie 14.1 cial hl etal 14.5 2 lad 45 
S70 HsB Os sve cee oer are mee 7.9 yRO)|| aoe ae 22285 2248 
39 KCl, KoSQO, .....--- 000 ees 38.4 17; fee Pegi) Zoe! ili cae 48.1 
LOS KCl, He B Osseo ere 41.0 igh 11.6 | 52.6] 49.4 ae 33.6 | 83.0 
96 |K:SO,, HabOnts.: sore cis Siege Pie 1) ERI || ode 21.9 36.4 | 58.3 
TOM ICINK SOP lin On eerere 39.9 2.8 12:1 9 54:81 48:2 2.9 Bde eeeee 
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SYSTEM XV11 - KC1 - K,S0, - H,B0, - H,O0 - 35°C 


100 mols 


E30, 


197 - End Point of Crystallization, 


Diacram 40. 
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SYSTEM XVIII 


Potassium Chloride, Potassium Tetraborate, Potassium 
Pentaborate, Water 


(Diagram 41) 


Water and the chloride, tetraborate and pentaborate of potassium 
form a four-component system with three possible solid phases at this 
temperature. By a slightly different selection of components Systems 
XVIII and XIX could have been presented together as one system 
composed of KCl, K,B,O,;, H;BO; and H.O, and this method has been 
adopted in Systems XX and XXI, which are quite similar, but the 
diagrams in the latter case are a little difficult to visualize. 


System XVIII—35° C. 
(Diagram 41) 


Grams per 100 Gramsof Water| Mols per 1,000 Mols of Water 


Point Solid Phases eae ee ee ae ee ee a] | 
KCl K.B,0; K2ByoOi6 Total K2Clo K2B,07 Ke2Bi90i¢6 Total 
STAN ESC lip terete totes. cin oc evtletesrorerevorstele 39.0 39.0 | 47.1 47.1 
1:75:14) KeBs O74 Ol ieters ne creteseie sete 3 21.3 FAP aie 16.4 16.4 
HST eB OrgnctlsOlmaderec dee ce Ficon Bits 5.0 BAY} orn ere 2.0 2.0 
7 NC) K5B,07.4 sO as sete 37.3 5.9 bin 43.2] 45.0 4.5 on 49.5 
182 |KCI, KoBioOig.8H2O ....... 38.1 sisi 3.0 41.1] 46.0 ps 1.2 47.2 
198 |K2B,07.4H2O, 

KeBioO1g.8H2O0} ... 23.8 8.0 SUES hs Gro 18.3 3.2 21.5 

199 |KCl, KsB,07.4H.0, 
K2By01g.8H2O} 36.8 6.7 355 47.0 | 44.5 5.2 1.4 ya at 


a en eS ee ee eee 
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SYSTEM XV111 ~ KC1 -" EB\0, = KB, o0y_-~ 220 - 35°C 


199 - End Point of Crystallization. 


Dracram 41. 
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SYSTEM XIX 


Potassium Chloride, Potassium Pentaborate, Boric Acid, Water 


(Diagram 42) 


A four-component system with three possible solid phases at this 
temperature. It is really a continuation of System XVIII. 


System XIX—35° C. 
(Diagram 42) 


KCl 


187 |H,B¢ 


CC, 


Solid Phases 


Grams per 100 Gramsof Water 


Mols per 1,000 Mols of Water 


KCl |K2By 016] H; BOs | Total 
39.0 ore site 39.0 
eee 5.0 eee 5.0 
eee Seat 7.9 Us) 
38.1 3.0 aie 41.1 
41.0 OD 11.6 | 52.6 
mee 2.4 Holl QS 
40.7 0.3 1120") 520 


KoCle | K2Bi9Oi6} HsBOs | Total 
47.1 ayer teas 47.1 
O66 PRY) sfter 2.0 
thy es 22.8 22.8 
46.0 Wey sfius 47.2 
49.4 Gc 33.6 83.0 
hens 1.0 20.7 eo Vie 
49.2 0.1 32.0 81.3 
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SYSTEM XX - KCl - 1B) 40,, - B,BO, - H,0 - 350¢ 


100 , 
mols 


201 - End Point of Crystallization, 


DIAGRAM 42. 
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SYSTEM xXx 


Sodium Chloride, Sodium Tetraborate, Boric Acid, Water 
(Diagram 43) 


This is a four-component system with four possible solid phases at 
this temperature, NaCl, borax, sodium pentaborate and boric acid. The 
diagram is rather difficult to follow because of the abnormal changes 
in solubility, but a little study in connection with the data sheet will 
probably make it clear. The H,BO, field bounded by lines connecting 
points 188, 205, 203, 187, is entirely hidden from the observer. The 
pentaborate field shows two reentrant angles, 205, 183, 204 at the top 
and 203, 180, 202 at the bottom. 

The solubility of borax at 35° C. is 4.7 mols per 1000 mols water, 
that of boric acid is 22.8, but a solution of both (point 202, Diagram 
43) may contain 21 mols borax and 71.6 boric acid. 


System XX-—35° C. 
(Diagram 43) 


Grams per 100 Gramsof Water| Mols per 1,000 Mols of Water 


Point Solid Phases 
NaCl |Na,B,O7| H3BOz] Total] NasCls|Na2B,O7| H3BOs3| Total 
G8 INGOT Hive pie covers shetoute creceaien, 36.3 aheite AOD 36235] 55.8 aark arate 55.8 
146, | NaoBiO7 JOHSO: Bice esnene Sa ie} Rav BOT pelts 4.7 alate 4.7 
187 H,BO3 esle('e 5 pen guste arse ete siareyade sat ues 7.9 7.9 Seat ae 22.8 22.8 
148 |NaCl, NasByO7.10H.2O ..... 3555 252 see CV || BAS 2.0 At 56.6 
USSh | NAGI eB Ome cnet en rone 36.8 oft 8.2 | 45.0] 56.6 aeas 23.9 | 80.5 
202 Na.Bi0;. 10140, 
22810010. LOESO) |e eer. 23.6 24.7 48.3 eshe 21.0 71.6 92.6 
283 H3BOs, NazByoOi¢. 10F SEO) cee eee 8.4 18.4 26.8 eee 75) ets) 61.0 
te Naar Ne ae Ret B are) arses - F ae 18.3 28.2 eae 8.9 Soul 62.0 
a a ar alt nore! Oe 6.9 46.7) 55.6 BAS: 20.0 : 
204 |NaCl} NasB,O7-10H,0, ey 
NaoB a 10H O| 34.6 10.1 10.0 S47 loo 0 i P 
Pos NaCiV BO. ek kee ces 2 ee 
NaeBy 046. 10H2O| 36.3 1:2 9.4 46.9] 55.8 1.0 27.4 84.2 
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SYSTEM XX - NaCl - NajB,O> - HBO, - R20 - 359¢ 


100 Mols 


Na,Clp 


Na_B 16 . 10H,0 


Na,B,07.10H,0 


146 cts 


100 , > 
mols mols 


204 - 205 - End Points of Crystallization. 


DracramM 43. 
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SYSTEM XxXI 


Sodium Sulfate, Sodium Tetraborate, Boric Acid, Water 
(Diagrams 44, 45, 46, 47) 


A four-component system similar to System XX, or to Systems 
XVIII and XIX combined. It will be obvious to anyone familiar with 
such matters that these four diagrams represent the cerebrations of a 
research chemist feeling his way toward a process, probably cyclic, for 
the manufacture of boric acid from borax and H.SO,. Some bright 
student may wish to give his brain a little exercise by determining just 
what the cycle is, whether it is feasible and what structural materials 
he would use for his equipment. 


System XXI—20.5° C. 
(Diagram 44) 


a 


Grams per 100 Gramsof Water| Mols per 1,000 Mols of Water 
Point . Solid Phases 
H3BO3|Na2B,O;|Na2SO,| Total/HgBOxz |NazB,O;|Na»SO,| Total 
2060 | Nido by O71 OF; Olea ante dyeke BS) nee 2.5 web 2a aes 2.2 
207 |HsBC 35 Rico parece ers OF sono 4.9 oe stage 4.9} 14.3 Soe nee 14.3 
DOS |Naes O,-LOEIOlm Mrenienone Noe is 20.2 | 20.2 Sas ae 2527 | \e2ber 
209 |NaeByO7.10H,O, 
NasSOu. TON; ©) ee 12 PAV) ||| PAY re 1.0 25.4 | 26.4 
ae HBO» Rock! “aoe ue ae Cees |) SSR) || ARI ete 32.0 | 54.1 
ao aOlne ce il : othe 17.3 g 3 iG 3 
Sn Ni,B,D,.16 ae ae 16+ 33.3 5.2 38.5 
Neb Oig.10H2O} 12.0 8.7 efee 20.7 | 34.8 2 Sa 
213 |NasSO,. 101120, HBOS ig be 
Na. B, Hae *ioH O}| 9.8 1.9 Hee ||| Bits || AAS : ?) 
ga |NasSOy. 10NG0:s) ae aie oad cane ace 
Naz2B,07.10H20, 
NayByoOig. 10H20 8.8 4.7 PASM SHAG) || ZI 4.2 29.9 | 59.6 
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SYSTEM 100 - Na,SO, - NapB,0, - 9,30, - B30 - 20,5°C 


Wo,80,,.10H,0 


Ne2B,07. 10820 


9 100 
mols 


214 - End Point of Crystallization. 


Diacram 44. 
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SYSTEM XX1 - Na,SO, - NazB,0, - H,BO, - H20 - 23.5°C 


Na2S0, 


NazS0,. 10430 


NazB,07. 10H,0 


215 4 


100e~ NapB,0, 


mols 
“tm 1s 
222 and 223 - End Points of Crystallization. 
DiacrAm 45, 
System XXI—23.5° C. 
(Diagram 45) 
Grams per 100 Gramsof Water| Mols per 1,000 Mols of Water 
Point Solid Phases 
Hy,BOs Nae2B,O; NasSO, Total HsBOz3 NazB,O; NaoSO, Total 
Zion Nas B.O7 LOHSO: Veacaece sn same 2.9 ets 2.9 eee 2.6 Bot 2.6 
ZUG TEs BOs. tice teete sist ot open eee eb) 56% Oitie 25] LOO Byatt ats 16.0 
ZA. WERSONMOBEO) Soneoonse usc eae BIG 25.2 | 25.2 ‘inne ee 32-0) 32.0 
218 |Na2B,O7.10H.O, 
NaeSO,4.10HO} ... 1.4 2oc/ al aoe SG 1.2 SOLD 3 ies 
219 |HsBO3, NasSO4.10HsO ..... 8.9 Ani 31.2 | 40.1] 25.9 AP 39.5 | 65.4 
220 |HsBO3, NaeBioOig.10H;0 ..| 12.6 6.2 AE; 18.8] 36.7 5.6 ASC 42.3 
221 |NaeByO7.10H.0, 
NaeBiOig.10H2O| 13.2 10.4 ciate 23.6] 38.4 9.3 aise 47.7 
222 NazgSO,.10H.0, HsBOs, 
NaeByoOig.10H20] 10.9 1.9 31.3 | 44.1] 31.7 iY 39.6 | 73.0 
Na2B,07. 10H,0, 
Nae2ByOi¢. 10H2O 9.6 5.4 28.3 | 43.3] 27.8 4.8 35.9 | 68.5 
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SYSTEM XXl - NaSO, - Na B,O, - H,BO, - HO ; 28.5°C 


Na,S0, 
100 mls 


Na,S0,10H_0 


Na_B, 0 -10H,0 


Ka,B,07. 10H,0 einere 


a8 


231 and 232 - End Points of Crystallization. 


DIAGRAM 46. 


System XXI—28.5° C. 
(Diagram 46) 


153 


Grams per 100 Gramsof Water] Mols per 1,000 Mols of Water 
Point Solid Phases 
’ HzBO3 Na2B4O7 NasSO, Total HsBOg NazB,O7 NapSOy Total 
224; |\NapBsO7.10H2O ......00.0% nae ail 590 Ber, AI 3.3 Soa 3.3 
WAS NEVAVEI OP NRA Aa EER TOR EO 6.3 Ake eee 6.3] 18.4 nO stare 18.4 
Cea NapsOs. LOH sO! & oe 06 ci acts CIO SOG) S6s0: r30e5 ate eee 46.2 | 46.2 
227 NapB,O7. 10H;0, 
Na2SO4.10H,O} ... 17 SO S728 es 1.5 45.8 | 47.3 
228 H;BOs, Na2SQxu. 10H.O ROI 10.6 eee 47.3 57.9 30.9 59.9 90.8 
229 |HsBO3, NaeBipOig-10H2O ..| 14.9 7.0 Ait 21,9) | "43.2, 6.3 49.5 
230 NaoB,O7. 10H20, 
NazBipOig.10H2O] 16.2 13.4 oie 29.6} 47.0 12.0 59.0 
231 NaeSQOu. 10H:0, H3BOs, 
NazBy0ig.10H2O} 12.1 7, 47.8 | 61.6] 35.3 125) 60.6 | 97.4 
232 Na2SQy,. 10H;0, 
NapB,sO;. 10H,0, 91.7 


Naz2Bi0ig.10H20} 10.6 7.1 43.1 | 60.8] 30.7 6.4 54.6 


154 INDUSTRIAL DEVELOPMENT OF SEARLES LAKE BRINES 


SYSTEM XXII * 


Sodium Bicarbonate, Sodium Carbonate, Sodium Sulfate, Water 
(Diagram 48) 


After this digression regarding acid borates and boric acid we now 
revert to the constituents actually present in lake brine. The five-com- 
ponent system water and the chloride, sulfate, carbonate and bicarbonate 
of soda contains and is limited by four four-component systems. The 
first one, NaCl, Na,SO,, NazCOs, H2O, was studied in System I. The 
second one, NaCl, NasCO;, NaHCO, H.O, will be found as System IX. 
The third one, NaHCO;, Na2CO;, NasSO,, H2O, to be discussed now 
differs from System IX only by having sulfate instead of chloride. The 
only surprising feature of Diagram 48 is the entire absence of double 
salts: neither trona nor burkeite appears. Trona is not in equilibrium 
with a solution of its constituents at 20° C. but chloride stabilizes it 
(see Diagram 27) and we might expect sulfate to do so. It is not so 
surprising to find that chloride stabilizes burkeite (Diagram 1) but 
bicarbonate does not. In Diagram 48 we find only the three single salts, 
two of them hydrated. 


System XXI—35° C. 
(Diagram 47) 


: Grams per 100 Gramsof Water] Mols per 1,000 Mols of Water 

Paint Solid Phases eT eee 

H,BOz |NazB,O7|NapSO,| Total| HBO |NaB,O;|NapSO,| To‘al 

146) [Nas B1O7 LOE O) Mire cree teiutersiccs atts hos) 558) oie 4.7 oe 4.7 

197. WHE BOs ire ois weve vial ceterccaokete cues 7.9 dog ine 1.9 22.8 bo5 Aric 22.8 

By IN An Oae ats a lercie obese oeeratarerees tate Acie 50.7 50.7 eis aiaes 64.2 64.2 

233 |Na2B,O7.10H2O, NazSO, ... S00 2.7 49.7 52.4 ats 2.4 62.9 6526 

TSO lHeBOs (Nass Onin eiettahers Leu See 53.0 66.1 38.1 mop 67.1 105.2 

203 |HsBO3. NasByO1g-10H2O0 ...} 18.4 8.4 Phe 26-8) Seb Hes seid 61.0 

202 Nag 3407. sCre O O 

aoB 10H, 24.7 23.6 Maus 48.3 71.6 21.0 aren B 

234 |NaSO,, HsBOs, aie ee as 
Va2ByoOig. 10H,O} 14.9 2.3 52.1 69.3) 43.2 aod 66. . 

235 |Na2SQ., NaoB,O7.10H,0, OS | ea 

NaeBipOig. 10H2O} 15.2 12.4 47.0 74.6| 44.0 Lied 59.6 | 114.7 


_* Systems XXII to XXIV inclusive are by W. A. Gale working under the direction of 
William E. Burke. 
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SYSTEM 00 -Ne2S0, - Na,B,0, - HyBO, - H,0 - 350¢ 


Ra 23,07. 10B,0 


100 , 
molé 


274 and 235 - End Points of Crystallization. 


DracraM 47. 
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System XXII—20° C. 
(Diagram 48) 
Grams per 100 Grams of Water 
Point Solid Phases 
NaHCO3|NasCO3|NasSO,| Total 
23Gn INA COg wes . ceesmiceters 9.6 ovate 9.6 20.6 ar 
237) |NasCOnlOHsO) saan cnn Be.0 21 Bs <s 215 we 36.5 
238 Nae SOZ 10H,0 ces eves ee ae 19.5 19.5 ry Crows 
*240 Nera Naz,CO3.10H2,O Rl 21. 6 Rays 26.7 10.9 36.7 
wiscerse | NAGEL COs intra seen tect cited deo 7.2 ae 14.7 16.1 12.2 
242 NaHCOs, BRE Sere 10H,O 5.4 Wa |) 22S 11.6 sae 
Seen Nags O;alOEcO! Weyer fares sacs 6.9 15.8 OPE ae 11.7 
241 |Na,SO4.10H.O, 
NagCOz.10H2O 20.1 14.9 35.0 34.2 
asta lNasCOsatOl sO ler nnn 20.3 125) 32.8 34.5 
245 |NasCO3.10H20, NaHCOs, 
Na2$0,.10H,0} 3.9 2016. | WA? 439,20) on Sai eee 
ae NazCO3.10H20, NaHCO; 4.8 20.8 8.1 Bieiadd 10.3 + oO.4 
A Na2SO,.10H,O, NaHCO, 4.5 9.7 NEES 1 2A 9.7 16.5 


Mols per 1,000 Mols of Water 


NaH COs NazCO; Nas O4 


24.7 


me Oe 
oSG Mo SOF! > 
Awa (coke) (ih ie 


a etek 


*Points taken from Freeth, Trans. Royal Soc. PAR Bio) (GIA). 


Total 


EQUILIBRIUM DATA AND DIAGRAMS 


SYSTEM 1001; NaHCO, - Na,CO, - Na,SO, - H0; 20°C. 


Na2SO,.10H0 


> 24) 


— NazC0,.10H,0 
| 237 


100 mols 


245 - End Point of Crystallization. 


DracramM 48. 
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158 INDUSTRIAL DEVELOPMENT OF SEARLES LAKE BRINES 


SYSTEM XXITl 


Sodium Bicarbonate, Sodium Sulfate, Sodium Chloride, Water 
(Diagram 49) 


This is a four-component system with three single salts in the solid 
phases. The sulfate occurs both as the hydrate and anhydrous, depend- 
ing on the chloride concentration. The very low solubility of bicarbonate 
in saturated chloride solutions is of practical importance. There are no 
features in Diagram 49 requiring especial notice. 


System XXIII—20° C. 
(Diagram 49) 


Grams per 100 Grams of Water|Mols per 1,000 Mols of Water 
Point Solid Phases 

NaHCOs3}Na.SO,4} NaCl | Total] NaHCOs3|Nas,SO,4| NasCle| Total 
2304 | NALLGOse rs since tee 9.6 bore oe 9.6 20.6 oes 20.6 
ZS LINED STOVES IO! Za an ahacn ati 19.5 Rt 19.5 ayave 24.7 es 24.7 
239 INA Clete cee a eee een) wets reac 36.0 36.0 eee piste pea) Sys) 
242 |NaHCOs, nee Oa: 10H,O 5.4 Vd wane 22.5 11.6 217 Ot 3329 
cot [INE SORRIOISEO) Auneeac oc Ss 125 T8) 2433 ere 15.8 18.2 | 34.0 
NapSQO,. 10LO ayaruineerare debe 7, 20.4 | 32.1 hon 14.8 31.4 | 36.2 
oo NEMSOVGTORIROY oo aoa ao sre 12.1 2652) |oSr3. arene 13:3 40.4 | 55.7 
243 Nea Oe 101130, Na2SQ, . si 13.0 29.0 | 42.0 rks 16.5 44.7 | 61.2 
ie IG iNaes OF Na Clamener renn BO 11.0 31.8 42.8 ne 13.9 49.0 62.9 
244 |NaHCOsg, NaCl Paste 1.4 Geet | SYAZ 3.0 ate 55.2 | 58.2 

250 |NazSOy.10H2O, NaSQy, 
NaHCO, Ail 1322 218s aoe 4.5 16.7 42.8 | 64.0 
-.- |NagSO,.10H,O, NaHCO, 2.0 12.5 25.8 | 40.3 4.3 15.8 SOT ASO 
251 |NasSQu, NaHCOs,, NaCl . ibZ/ 10.8 31.4 | 43.9 3.6 1337 48.4 | 65.7 


* Points taken from Freeth, Trans. Royal Soc. 233A, 35 (1922). 
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SYSTEM 0211; NaHCO, - Na,SO, - NaCl - H,0; 20°C. 


251 - End Point of Crystallization. 


Dracram 49. 


EQUILIBRIUM DATA AND DIAGRAMS 161 


SYSTEM XXIV 


Sodium Bicarbonate, Sodium Carbonate, Sodium Sulfate, Sodium 
Chloride, Water 


(Diagrams 50, 51) 


This is a five-component system of water and the carbonate, bicar- 
bonate, sulfate and chloride of sodium. We have discussed the four 
four-component systems leading to it in numbers I, IX, XXII and 
XXIII. Diagram 50 shows all points saturated with NaCl. Both 
of the double salts, trona and burkeite, appear at 20° C. on account 
of saturation with NaCl; for the same reason Na,SOy, occurs only 
as the anhydrous salt. Diagram 51 shows all points saturated with 
Na,SO,.10H:,O, consequently in this diagram NaCl cannot appear as 
the solid phase. 


162 INDUSTRIAL DEVELOPMENT OF SEARLES LAKE BRINES 


SYSTEM XX1V; NaHCO, ~ Na,CO, - Na,SO, - NaCl - H20; 20°C. 
All points saturated with NaCl. 
100¢m1s 


NazCo, 


NaC0,,10H,0 


Na2C0,.2Na,S0, 


© - NajC0,,2 Na,s0,, Crystallization Starting Point, 
° - Na, CO, , NaHCO, + 2H30, Crystallization Starting Point. 


255 - End Point of Crystallization. 


Dracram 50. 


SystEM XXIV—20° C. 
(Diagrams 50 and 51) 


Grams per 100 Grams of Water 


Point Solid Phases 
NaHCOsz|NasCOs} NaCl |Na2SO,| Total 
253 |NaHCOs, NasCOz3.10H:O, NaoSO,. 10H20, trona 3.6 £9E5: 4.7 14.0 41.8 
256 |NaHCOs, NasSO4.10HsO, NasSOy, trona ...... lyf CER} 25.2 13.8 46.0 
wee |NaEiCOs, NasSO;.10HS50} trona’....s2neen ce. 2.6 12.4 9.8 13.6 38.4 
Sore JUNEISICOR, INCAS OAL Nec ran poonouaurobouns iL) 4.6 28.3 LISS 45.7 
258 |NaHCOs, NasSO,, NaCl, trona ...-...++.0s.ec 1.5 4.3 29.8 10.4 46.0 
254 |NaeCOg.10H.O, Na2SO,.10H,2O, burkeite, trona 1.6 19.0 9.2 13.7 43.5 
255 |NasCO3.10H2O, NaCl, burkeite, trona ........ 0.6 2106 23.3 5.4 50.6 
257 |NagSO4.10H2O, NasSOxy, burkeite, trona ...... 1.0 9.5 22.3 13.7 46.5 
INaCiINa:SO;, thonaees teint ree eee : eS: 4.6 30.4 10.4 46.7 
259 |NaCl, NasSOug, burkeite, trona ............... 0.7 8.7 277 10.0 47.1 
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SYSTEM XV; NaHCO, - Na,C0, - Na,S0, - NaCl - H,0; 20°C, 
All points saturated with Na,30, .10H,0 
Na2C0,.2Na2S0, 
Rs2C0,. NaHCO, .2H30 
Bees 

6 ~ Na,CO,.2 NajS0,, Crystallization Starting Point. 

aes Na2CO,.NaHCO,.2H,0, Crystallization Starting Point. 

254 - End Point of Crystallization. 

Dracram 51. 
System XXIV—20° C. 
(Diagrams 50 and 51) 
Mols per 1,000 Mols of Water 
Point Solid Phases 
NaHCO3;|NazCO3] NazCly |Na,SO,| Total 

253 |NaHCOs, NagCO3.10H»2O, NagSO.4.10H20, trona Neil 33.1 Vee, WAH. 65.7 
256 \NaHCO3, Naz,SO,.10H2,O, NasSQOy, trona ..... 3.6 9.0 38.8 1725 68.9 
Pa INaltCOs, NasSOz. LOMO; trona neces veins cs 5.6 PRIA 15k 17.2 59.0 
BINA COs Nass Or, tO “eles ef susie ciate leis eieiee se?) Tas 43.6 14.3 68.9 
ZOOS MINVEL@ Oss INasSOg, NaCl? trota as c.cce arses) sta, «010 Bee, Wes 45.9 132 69.6 
254 |NasCOz.10H2O, Na,SO,.10H:0, burkeite, trona 3.4 B23 14.2 17.4 67.3 
255 |Na2CO3.10H2O, NaCl, burkeite, trona ........ Le3 36.2 35.9 6.8 80.2 
257 |NasSO,4.10H2O, NapSO,4, burkeite, trona ...... Za 16.1 34.4 17.4 70.0 
seq NINEKEI INGHISTOVE Ss x0l20 Seucin Or con BOnOICIOG Once 2.8 7.8 46.8 BK 70.6 
259 NaCl, NassO%, burkeite, trond .).). .ic0.. «ss 15 14.8 42.7 V2E7: TAT, 
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SYSTEM XXvVv * 


Trisodium Phosphate, Disodium Phosphate, Sodium Chloride, Water 


(Diagram 52) 


Trisodium and disodium phosphate, sodium chloride and water com- 
pose a four-component system. Phosphates may be regarded as minor 
constituents of the Searles Lake brine, but in plant concentration they 
took on major importance and it became necessary to study them. The 
only part of the study given here is that at 20° C. 


SystEM XXV—20° C. 
(Diagram 52) 


Point 


Solid Phases 


267 


274 


NaghOgel 2EoON aes 
NaekiP@,, 12H>O).se. eee 
INEXCI| 5 Se ONe TS oe er 
WNagh@7. 121eOl acre 
WaghO, 12 taOmnaeeecane: 
iNerls UOMO) sono anon 
Naz;PO,.12H.O, 
NasHPO,.12H,0 
NasPO,.12H2O, NaCl .... 
NasHPO,.12H2O, NaCl... 
NasPO,.12H2O, NaCl .... 
Na3P0,.12H,0, 
Na,HPO,. 12H20 
Na;PO,.12H,0, 
Na,HPO,.12H2O, NaCl 


Grams per 100 Gramsof Water|Mols per 1,000 Mols of Water 


NagPO,|Na2H PO,| NaCl] Total|NagPO,|/NasHPO,| NasCle |Total 
11.45 says Orns atlalee tan | ALAR biy/ ee Sap |e Asst y/ 
Ae Tief. ede Wei) aoe 9.75 Beit Oe 
Sore ers 36.0 | 36.0 on ane Bese EGS 
Gel wiveys 12.6) 1457 3.4 Rae 17.9) W203 
11.9 1.6 13.5 3.1 2.6 rene LSet 
1.8 6.4 8.2 1.5 8.2 9.7 
1233 5.0 PW hee PES 6.3 eran 19.8 
1.9 oon 35.0 | 36.9 Pai Gb 54.0 |56.1 
fies 7.0 33.8 | 40.8 ors, 8.9 52.2 V6.9 
Bil 3.4 33-07 09.0 203 4.3 SIGS See 
2.9 Sere 12.8 | 19.4 ee 4.7 LOT 2IR6 
wall MPA 33.2 | 42.5 23 9.1 SIR2 62:6 


* Systems XXV, XXVI, XXVII, XXVIII, XXIX are by W. A. Gale and C, F. Ritchie 
working under the direction of W. E. Burke. 


EQUILIBRIUM DATA AND DIAGRAMS 


SYSTEN XXV; Wa,PO, - NajHPO, - NaCl - H,0; 2096, 


100 6 mols 


Na FPO, 
NagHP0,. 12,0 


100 mols 


274 - End Point of Crystallization. 


DracramM 32. 
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166° INDUSTRIAL DEVELOPMENT OF SEARLES LAKE BRINES 


SYSTEM XXVI 


Disodium Phosphate, Sodium Tetraborate, Sodium Chloride, Water 
(Diagram 53) 


This is a four-component system. Diagram 53 shows no notable 
features unless it be that the phosphate is more soluble at point 275, 
saturated with both chloride and borax, than it is at point 261 in water 
alone. 


System XX VI—20° C. 
(Diagram 53) 


Grams per 100 Grams of Water] Mols per 1,000 Mols of Water 
Point Solid Phases Na-B,O 
NasHPO,| Na:B,O;| NaCl] Total|NasHPO, eee Na.Cle |Total 
261 |NagHPO4.12H.O ..... WG - ana lh eo 9.75 e eA 
262 |Na2B,O7.10H.0 ...... * BS Meas || BE + 4.46 o. |)446 
DE OuINACL Aeeu ees oe ae a 2o - (AOE | sa aoe 55.5 |55.5 
on INEADOF TIGIEHO). . cana, 2.6 RY AW aao | Ze 3.3 3.6 SLES 
265 |NasHPO,.12H.0, 
NasB,O7. 101.0] 6.7 1.5 sce. || BB 8.5 2.6 Bae biigt ih 
268 |NasHPO,4.12H,O, NaCl] 7.0 in 33.8 | 40.8 8.9 “ $2.2 |61.1 
269 |NaoByO7.10H2O, NaCl.| ... 0.85 |36.0 |36.85| ... 1.5 55.5 157.0 
... |NasB,O7.10H.O, NaCl.| 0.7 0.8 | 35.7 | 37.2 0.9 1.4 55.0 |57.3 
NasB,Or- 10120, NaCl. 2.7 0.8 34.8 | 38.3 3.5 1.4 53.6 |58.5 
fea NasBiO;: ’ NaCl. 2 ; 33.3 | 41.5 9.1 1.8 Gil. j 
275 |Na,B,O,.10H.0, ea 
NasHPO,.12H2O, NaCl] 7.8 AW eps esi-g | tow 1.8 50.1 |61.9 
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SYSTEM XXV1;  NagHPO, - NajB,0, - NaCl - H,0; 20°C, 


100 | mols 


275 - End Point of Crystallization. 


DracrAm 53. 


168 INDUSTRIAL DEVELOPMENT OF SEARLES LAKE BRINES 


SYSTEM XXVII 


Trisodium Phosphate, Sodium Metaborate, Sodium Chloride, Water 


(Diagram 54) 


Trisodium phosphate, sodium metaborate, sodium chloride, and 
water form a four-component system with five solid phases at this 
temperature, of which two are new double salts. One of these, 
Na, B,O4.2NaCl.4H,O, has been discussed previously under Systems 
VII, X and XII. The other, Na, B,0,.2Na;PO,.36H.O, appears here 
for the first time. A glance at Diagram 54 and at the data sheets shows 
the wide range over which the double phosphate metaborate is pre- 
cipitated ; only 0.2 gram per 100 grams water of metaborate in a strong 
solution of the phosphate, or only 0.03 gram trisodium phosphate in a 
strong solution of metaborate is needed for equilibrium with the double 


salt. 
System XXVII—20° C. 
(Diagram 54) 
Grams per 100 Grams of Water 
Point Solid Phases 
NasPO,! NasR2,O,| NaCl | Total 
AAD NEI AO vs NO! sors no conbonOhodsonee.ocwane scan 11.45 wes 11.45 
CAS PNESA HONE SON Oring a mcaniate Goon ta dataodehae sean. Sie 25.75 aan 25.75 
ASIAN ACL 9 oh eitare idea Gaevle eal nea RON re oie 36.0 36.0 
273 NasPO4.12H.0, NapB204.2NagPO,.36H2O eilet-siianeltaticiel die Wil Ils sve 11.4 
ore a2B.O04.2NagPO,.36H»O as GIs S Toys elisuelis) seltsiwleiemshaieceteraratate 2.9 0.2 eee 4.07 
272 | NaeBoO4.2Naz3P0,4.36H20, INacBsOqicilsO i erent 0.03 O5e5 ss 25.53 
271 | NasByOo.8H,20, INEVASHOVCAINEKCIRAISIAO) Sooo nacersn ac af Se 23.0 19.2 42.2 
270 NapB,O,.2NaCl.4H.0, INACI ota ie eee ee re aie 8.0 BI eS) 41.3 
PAD) MINE VAL OV SINS OM SINENO oh oon Sanh adecnbanooon sn, 1.9 sat 35.0 36.9 
283 | Na2B.O,4.8H20, NaeB.O,.2NaCl.4H.20, 
Na2.B20,.2NasPO,.36H2O 0.2 23.0 19.2 42.22 
282 | NasBoO4.2NaCl.4H.O, NapB2O4.2NagPO,4.36H2O, NaCl] 0.15 8.0 33.0 41.15 
se | NazBsO,. 2NasPO.136HsOs NaCl) Won) teen ides 0.6 35.0 37a 
281 | NagsPO4.12H,0, NaCl, NazB.0,4.2NazP0,4.36H2O 2.0 0.4 35.0 37.4 
System XXVII—20° C. 
(Diagram 54) 
Mols per 1,000 Mols of Water 
Point Solid Phases 
NagPO,| NazB.O4| NasClo | Total 
Sa ee ee See eS 
260 |NasP0,4.12H;0 12.57 Hes ae 12 
263 |Na.B,0,.8H30 ws; asda” | oo Nga 
239 Na Gl ae pera aan Aya svete ees) Bos0) 
273 |NasPO4.12H2O, NasBeO,. 123 0.2 aan 1255 
as a2BoO4.2NazgP O04. 36H» Bee 1.6 aes 4.8 
272 | NasBoOy,. 2Na3PO,4.36H.0, NaoB.0,4. 0.04 34.8 Fob 34.84 
271 | NasByOo.8H.0, NapB2O,.2NaCl.4H,O is 31.4 29.6 61.0 
270 NapB,O,.2NaCl.4H20, NaCl oS 10.9 Die 62.2 
267 |NasP04.12H20, NaCl Dil sire 54.0 56.1 
283 | Na,B.O,.8H,0, NaeB.04.2NaCl.4H.20, 
0.02 31.4 9. .02 
282 | Na,B.O,.2NaCl.4H 0.16 10.9 50:9 61.96 
--+ |NayBoOy.2NagP0,.36H2O, NaC] 1.6 0.8 53.9 56.3 
281 | Na3PO,4.12H.0, NaCl, ae 0.6 53.9 56.7 
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SYSTEM XXV11; Na,PO, - NajB,0, - NaCl - H,0; 20°C. 


263 


NapB,0,. pare 272 


NayBy0,. 8H20 


B,0,,.2NaC1. 48,0 
100 mols NazB20, 2 100 mo1sSo_ 


© - NazB,0,.2Na,P0,.36H,0, Crystallization Starting Point. 
& - NazB,0,.2NaCl.4H,0, Crystallization Starting Point. 


282 and 283 - End Points of Cryatallization. 


Diacram 54. 
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Trisodium Phosphate, Disodium Phosphate, Sodium Tetraborate, : 


SYSTEM XXVIII 


’ 


Sodium Metaborate, Water (Diagram 55) 


This is a four-component system of reciprocal salt pairs. 


System XXVIII—20° C. 


(Diagram 55) 


Grams per 100 Grams of Water 


Point Solid Phases —__—____—_ 
NagPO4}Na2H PO4| Na2ByO;| NasB2O,4|Total 
11.45 Ao rare oe 11.45 
mere beds mete : ded. 
Age OD 2.5 aioe 2.5 
aia ae ee 25.75 125.75 
12.3 5.0 var hele 723 
11.9 1.6 Bists 0 LSESi 
1.8 6.4 cae 5 8.2 
sake 6.7 15) Bo5 8.2 
ete 2.6 20 O60 4.6 
aod ne 1.95 0.5 2.45 
en 0.5 4.9 5.4 
a 0.4 iW ES) GZ, 
one 0.5 25.1 25.6 
0.03 ere 25.5 25.53 
2.9 1.17 4.07 
nee) 0.2 11.4 
NagPO4.12H2O, NasHPO4.12H,0, 
Na2B,04.2NagP0,.36H2O} 12.8 4.9 0.3 5 18.0 
... |NasHPO,4.12H.0, NazBo.04.2NazPO,4.36HeO.| 12.5 5.0 1.4 : 18.9 
277 |NasHPO,4.12HsO, NaoByOr. 10H20O, 
Na2B204.2NasP04.36H2O} 3.2 4. 2.1 eke 9.8 
+++ |Na2ByO7.10H20, NasBsO4.2Na3PQ,. 36H2O..| 0.77 on 0.75 Ly! 6.62 
... |Na.B,O7.10H20, NazB.04.2NazPO4.36H2O..| 0.12 0.5 La 172 
279 |Na.ByO7.10H20, Na2B20,.8H20, 
Na2B,0,4.2Naz3P0,4.36H2O] 0.03 0.5 2501 25.63 
System XXVIII—20° C. 
(Diagram 55) 
Mols per 1,000 Mols of Water 
Point Solid Phases 
NasPO,|NasH PO, ees NaeBoO,|Total 
eo a |) ee se 
12557, ers BE oy 12.57 
aire Sh 7As se Ape 9575 
are aes 4.46 ane 4.46 
als hog Biers 35.14 | 35.14 
264 AOL INEYISAXOMNAISIO) 355 as aac 13.5 6.3 Seen slere 19.8 
526 INGER AOPEIZISRO) Soh ordu sot SOO smbe nonin ee i 2.0 arate ots 15a 
nob | NEVISD AON GIRO) On nanonmasnccsacctonaccn, 2.0 8.2 eke oretd 10.2 
265 |NasHPO,.12H,0, NazB,O;.10H2O ......... were 8.5 2.6 AT uel) 
70, |PREASWOT MUR AON Gis on ode cMocaccnoneccanan. aiate 3.3 3.6 seats 6.9 
on NEA OY iSO et coaneaccrione on bacenu a. Seve Bia Gis) 0.7 4.2 
sao MEW OT RIMS HO) «br ondeoe noodondcnmeaaanc. Mee 0.9 6.7 7.6 
tes a2B,O7.10HsG rag stay) ove sieve tone: al eve Toye eee hate 0.7 15.5, 16.2 
266 |NaoByO7.10H2O, NEOSHO. Suosnoccace Here 1.0 34.3 She) 
272 |NaeBeO,4.8H20, NayB.O,.2Naz3P04.36H.O.... 0.04 ah 34.8 34.84 
ees NazBoO4. 2NasPOq. 36H» iets cieiSea pe rve. pen rere 3:2 1.6 4.8 
23 NagPQ,. 12H20, NapBs04.2Na3P0,.36H2O. es 12.3 0.2 12.5 
278 |NagPO4.12H2O, NazHPO,.12H,0, 
a2B,O0,4.2NagP0,4.36H.O! 14.1 6.2 0.5 20.8 
ene NaeHPOy,. 12H,0, NapBoO4.2NazPO4.36H.0. Llesys 6.3 2.6 22.6 
277 |Na2HPO,4.12H.20, NapB,O7.10H20, 
NapB.04.2NasP0,;.36H.O| 3.5 Sy/ ShV/ ate 12.9 
NaeB,O;. 10H,0O, NaeBoOy,. 2NagPO,. 36H20. ‘ 0.85 sais ATG Te) 6.95 os 
eee Na2B,O,. 10H20O, NaoBoOy,. 2NasP04.36H.O. . 0.13 0.84 Ba | 16.07 
279 |Na,B,O;.10H20, NayB,0,.8H0, 
a2B,04.2Naz;P0,4.36H2O 0.03 0.9 34.2 35.13 
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SYSTEM XXV111; Na,PO, - NajHPO, - Na2B,0, - NaB,0, - H,0; 20°C, 


Na HPO,.12H,0_ 


tla gHPO, 


ae 261, 
25 mols 


© - Na,B,0,.2Na,PO,. 36,0, Crystallization Starting Point, 


277, 278 and 279 - Ind Points of Crystallization. 


DracramM 55. 
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SYSTEM XXIX * 


Trisodium Phosphate, Disodium Phosphate, Sodium Tetraborate, 
Sodium Metaborate, Sodium Chloride, Water 


(Diagrams 56, 57) 


Systems XXV to XXVIII inclusive have given the four four- 
component systems leading up to the five-component system, water, the 
two phosphates, the two borates, and the chloride of sodium. Diagram 
56 shows all points saturated with NaCl, and Diagram 57 all points 
saturated with Na,B,O,.8H,O; both diagrams drawn to larger scale 
than we have used heretofore. There are seven possible solid phases 
here at 20° C., 2.e., the five single salts and two double salts, four of 
these being present at each univariant point, 284, 285, 286, 287, where 
the solution contains all components, and one or both of the double 
salts is solid phase at each of these four points. 


* Systems XXIX to XXXII inclusive are by W. A. Gale under the direction of William 
E. Burke. 
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SYSTEM XX1X; Na,PO, - Na,HPO, - Na,B,0, - NazB,0, - NaCl - H,0; 20°C. 


All points saturated with NaCl. 


Na, PO, 


10 9 Mols 


Na,PO,.12H,0 NaB,0,.2Na,P0,.36H,0 


Na,HPO,,.12H,0 


Na,HPO, \e\Gooaae Sp p- 


NazB,0,. | 10H,0 NajB,0,.2NaC1. 41,0 


109mols 


NazB,0, 
2 


e- NazB20, .2Na,PO,. 3680, Crystallization Starting Point. 
284 and 266 - End Points of Crystallizatton. 


Dracram 56. 


System XXIX—20° C. 
(Diagrams 56 and 57) 


Grams per 100 Grams of Water 
Point Solid Phases 


NaCl, NagPO4.12H,0, 


NapB.04.2NasPO4.36H2O} 3.1 2.3 0.6 svete 30.9 


284 |NaCl, NasPO,.12H0, 
NagHPO,. 12.0, 


NaoB.04.2NagPO,4.36H2O} 3.2 6.1 0.8 eee 3250 


285 |NaCl, NagHPO,.12H.O, 
NaeB,O;. 10H,0O, 


NapB.04.2NagPO4.36H2O} 2.8 5:9 Uk eis 32.0 


NaCl, NazB,O7 . 10H,0, 


NayB204.2NagPO4.36H2O} 1.4 oot 0.9 1.3 35.3 


NaCl, NaeBsO7 . 10H20, 


NayB2O4.2NagPO4.36H2O} 1.7 ene 1.0 0.9 35.5 


286 NaCl, NaoB,O7.10H20, 
NapBoO4.2NagPO4.36H2O, 


NapB2.04.2NaCl.4H2O| 0.15 elev 0.2 7.6 33.8 


287 Naz2B,0,4.8H.20, NagB,yO7.10H.2O, 
NazB,O4.2NaCl.4H20, 


NapBo04.2NagPO4.36H2O| 0.05 eee 0.3 23.0 19.3 


NagPO,|NagIIPO,4} NasByO7| NazBsO4| NaCl 


Total 


39.9 


42.6 


42.2 
38.9 
39.1 


41.75 


42.65 
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SYSTEM XXX; Na,PO, - NajBPO, - NazB,0, - NaB,0, - NaCl - H,0; 20°C. 


All points saturated with Na,B,0,, 68,0. 


NaB,0, . 10830 25 mols 


NaCl, 


287 - End Point of Crystallization, 


Dracram 5/7. 


System XXIX—20° C. 
(Diagrams 56 and 57) 


Mols per 1,000 Mols of Water 


Point Solid Phases Na.B,O 
NagPO,|NasH PO, a NaeB2O4 |NagCly | Total 


NaCl, NagPO4.12H20O, 
NaeB,04.2NagP O04. 36 H20 3.4 2.9 Lan eee LVASA 59.6 
284 |NaCl, NasPO4.12H20, 
NazHPOsg,. 12H:0, 
NaoB.04.2NagPO4.36H2O} 3.5 7.8 1.4 eee 50.1 | 62.8 
285 |NaCl, Na2gHPO,.12H20, 
NaeB,O7. 10H,O, 


NaeB,O4.2NagPOsz. 36H.,O ha! Fed 20: eee 49.3 62.5 
NaCl, NagB,0Or. 10H,0, 

Na2B.01.2NagPO4.36H20} 1.6 eves 1:5 1.8 54.5 | 59.4 
NaCl, NagB4O7.10H20, 

NaeBoO.. 2NagPO4.36H20 1.9 ese 1,9 les) 54.7 59.8 


286 NaCl, Na,B,O7.10H20, 
NazBoO,. 2NagPO4 . 36H2O, ae 
Na2B,O4.2NaCl.4H20} 0.16 sisve 0.4 10.4 52.1 | 63.06 
287 Na2B.0,.8H20, Na2B,0O7.10H20, 
NaeBsO4 . 2NaCl ° 4H.0, 
NayBo.O4. 2NagPO,4.36HsO 0.05 eee 0.5 31.4 29.7 
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SYSTEM XXX 


Trisodium Phosphate, Disodium Phosphate, Sodium Bicarbonate, 
Sodium Carbonate, Sodium Chloride, Water 


(Diagram 58) 


Water, the two phosphates, carbonate, bicarbonate and chloride of 
sodium compose a five-component system. 

Systems IX and XXV already discussed represent two of the four- 
camponent systems which compose System XXX; the others have not 
been given. 

Diagram 58 represents the system at 20° C., all points saturated with 
NaCl. The two phosphates and the two carbonates are reciprocal salt 
pairs. 

It is very probable that a small field of Nas HPO,.7H.O exists and 
should be shown at 20° C. (the transition point from the dodekahydrate 
is given as 19.52°), but the differences of solubility are so slight that 
for our purpose the possible field has been ignored. 


Systsm XXX—20° C. 
(Diagram 58) 


Grams per 100 Grams of Water 


Point Solid Phases 
Total 
Ss ee ee 
288 |NaCl, NasCOs.10H:O, NasPO,.12H20.. 46.2 
292 |NaCl, NasHPO,.12H.O, NaHCO, ..... 39.8 
297 |NaCl, NasCOs.10H2O, NasPQ,.12H-O, 
hs trona 46.6 
298 |NaCl, NasPO,.12H.0, trona, 
Rae Se NasHPO,.12H:0 45.2 
299 (Nat 1, NaHCOs, NasHPO,.12H.O, trona 45.0 
Syste XXX—20° C. 
(Diagram 58) 
Mols per 1,000 Mols of Water 
Point Solid Phases Tr 
NasPO,|NasHPO,} NaHCOs!NasCOs|NasCle | Total 
288 |NsaCl, NasCOs.10H:O, NasPO,.12H.O..} 24 2. 38.5 3.2 
292 |NaCl, NasHPO,.12HsO, NaHCO, ..... 7.8 eS | 393 | as 
297 |NaCl, NasCOs.10HsO, NasPO;.12H,O, 
t ase NS 2 
298 |NaCl, NasPO,.12H.O, trona. rona 1 31.4 38.4 | 74. 
i Re NasHPO,.12H:O} 10.6 Ls | 10.9 44.7 | 68.0 
299 NaCl NaHCOsg, NasHPO,. 12H.O, —— 9.1 2.6 10.5 45> 67.9 
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System XXX ~ NasPO, - NasHPO, - NaHOO, - NosCO, - NaCl - HU - 20%, 


All Points Saturated with NaCl, 


Na, HPO, 


25 émols 


Naz PO, 


Na3P0,.12H20 


Na ,CO; .NaHCO,.2H,0 


297 


248 288 
27; Na,CO,.10H,0 


53 - Na,CO,.NaHCO,.2H,0 Crystallization Starting Point. 


297 - 298 - End Points of Crystallization, 


Dracram 58. 
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SYSTEM XXXI 


Sodium Bicarbonate, Sodium Tetraborate, Disodium Phosphate, 
_ Sodium Chloride, Water 


(Diagram 59) 


Water and the acid carbonate, acid borate, acid phosphate, and 
chloride of sodium compose a five-component system with no reciprocal 


salt pairs. Systems VIII and XXVI are two of the four-component 
systems composing this one. 


System XXXI—20° C. 
(Diagram 59) 


Grams per 100 Grams of Water 
Poinr Solid Phases aa aS 
NaHCOs3} NasB,O7|Na2HPO,| NaCl | Total 
291) | NaG@ly NaHiCO;. Na. BO; lOc Olanecsmerintee 0.9 1.0 ate 34.5 | 36.4 
292 |\Na@l, NaHCO3, NasHPO,.12H5O0.5....00.. 1.4 Boe 6.2 32.2 | 39.8 
275 |NaCl, NagHPO,.12H2O, NagBsO,;.10H2O ... buses 1.0 7.8 32-5) | 4s 
296 |NaCl, NaHCOs, NaoB,O;.10H.0, 
Nas,HPO,.12H20 1.4 0.4 8.0 SUES)” (raed 


System XXXI—20° C. 
(Diagram 59) 


Mols per 1,000 Mols of Water 

Point Solid Phases 
NaHCO, a NazEIPO,| NasClo | Total 
291 |NaCl, NaHCOs, NasB,O7.10H,O ........... 2.0 ey Ss Gee || axe 
292 |NaCh NaliCOy NaH POs. 121130 Beate eae 3.0 a 78 | 49:7 | 60.5 

NaCl, Na. 4 , Na2B,O,.10H2O ... ose ile y : : 

296 |NaCl, NaHCO; NagByO7.10H.0, : 0 | an 
NasHPO,.12H.O0| 3.1 0.8 10.1 48.3 | 62.3 


EQUILIBRIUM DATA AND DIAGRAMS 179 


System XXKI - NsHCO; - Na,B,0, - NagHPO, - NaCl - H,0 - 20°C, 


All Points Saturated with NaCl, 


NaHCO; 


104 mols 


mols 


Na ,B,0 
ee 


296 = End Point of Crystallization, 


Dracram 59. 
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SYSTEM XXXII 


Trisodium Phosphate, Disodium Phosphate, Sodium Carbonate, Sodium 
Bicarbonate, Sodium Metaborate, Sodium Tetraborate, 
Sodium Chloride, Water 


(Diagram 60) 


Finally in Diagram 60 an attempt is made to give some sort of 
picture of a six-component system. It is probably more illustrative than 
instructive. We have water and seven sodium salts, the chloride, tri- and 
disodium phosphates, carbonate and bicarbonate, borate and metaborate. 
Omitting chloride for the moment we may consider the other com- 
ponents to be the three radicals —CO;, —B.Ox., and —NaPO, combined 
with two other radicals —Na, and —NaH. In the upper triangle of 
Diagram 60 each vertex represents saturation with NaCl and one of the 
three radicals combined with Nas. Other points in the triangle are 
plotted in molecular proportions of the three radicals present. Each 
vertex of the lower triangle of the prism likewise represents saturation 
with NaCl and one of the same three radicals combined with NaH. 
Points between the two triangles showing ratio of Na, to NaH are 
plotted on the vertical axis showing the proportion of the three radicals 
present. The whole forms, of course, a triangular prism. Points 289, 
293, 294, 295 and 303 to 310 inclusive have not been accurately deter- 
mined, but are shown in their probable positions. 

Although this system contains seven sodium salts it lacks two 
important constituents of lake brine, potassium and sulfate, and so 
again we have only a partial picture. With these omissions the com- 
position of lake brine is represented by point B in Diagram 60, satu- 
rated with NaCl, trona and borax, and nearly saturated with bicarbonate. 
Isothermal evaporation at 20° C. would cause the concentration to 
change in the direction of the line B-C, precipitating chloride, trona 
and borax. At point C the phosphate metaborate double salt would start 
to precipitate also. Further evaporation would lead to point 307, all 
four salts being precipitated en route, and at point 307 a fifth one, the 
chloride metaborate double salt, begins to precipitate. Still further 
evaporation leads to point 306, the end point of crystallization, where 
sodium carbonate precipitates and borax is no longer in stable equi- 
librium. If we add KCl and glaserite to the five solid phases present at 
point 306 we should expect to reproduce the situation that will arise if 
and when the lake should become nearly dry. Experiments on natural 
brine indicate that this is correct, and the above seven solid phases 
would be present. 
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System XXXII - Na;P0, - NaHPO, - Na,CO, - NaHCO, - Na B,04, = Na,B,0, - NAC] ~ HO - 20°, 
All Points Saturated with NaCl, 


Na;P0, 


Na3PO,.12H,0 q £67 


Na CO; .7H20 


Na3C03.10H,0 » 281 


8 2B20, .2Na3P0,.36H 


NaHco, 


Na 2B,0, .10H,0 


269 Na,B,0, 
2 


© - Na,CO,.NaHCO,,2H.0 Crystallization Starting Point, 

& -~- Na2,B.0,.2Na;P0,.36H.0 Crystallization Starting Point. 
207 ~ Na,B,0,.2NaC1.4H20 Crystallization Starting Point, 
Searles Lake Brine. 

306 - End Point of Crystallization. 


10) 
w 
‘ 


Diacram 60. 
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This concludes the presentation of equilibrium diagrams and data. 
There will be found included sixteen systems of two components, thirty- 
eight of three components, twenty-five of four components, six of five 
components, and one of six components, one component always being 
water. Some systems are given at a single temperature, others at four 
or five temperatures over a considerable range. This obviously does not 
exhaust the subject; far from it. Only those are given which we found 
it necessary to work out for our own purposes, and naturally not all of 
those. 
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